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(54) POLYETHYLENE TEREPHTHALATE. AND STRETCHED HOLLOW MOLDING AND STRETCHED FILM MADE 



PURPOSE: To provide polyethylene terephthalate excellent in high-speed moldability and high in productivity, and to 
provide a molded article made therewith. 

CONSTITUTION: Polyethylene terephthalate is provided which comprises 96.0-99.0mol% repeating oxyethylene 
oxyterephthaloyl units and 1.0-4.0mol% repeating trioxyhepta methylene terephthaloyl units and which has an intrinsic 
viscosity of 0.6O-0.90dl/g and a heat quantity at the exothermic peak in the falling-temperature crystallization curve 
measured with a scanning differential calorimeter of 7.0J/g or lower. 
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CLAIMS 



[Claim(s)] 

[Claim 1] The polyethylene terephthalate to which the heating value of the temperature fall crystallization exoergic 
peak which the rate of the oxyethyleneoxyterephthaloyi unit to all composition repeating units is 96.0-99.0-mol %, and 
the rate of 1 to all composition repeating units. 4, and 7-trioxa heptamethylene TEREFUTA roil unit is 1.0-4.0-mol th 
polyethylene terephthalate which is %, and (1) limiting viscosity measured with 0.60 - 0.90 dl/g and (2) differential scan 
type calorimeter comes out, and is characterized by 7.0 or less J/g of a certain thing. 

[Claim 2] The polyethylene terephthalate of the claim 1 characterized by the content of an annular trimer being 0.40 
or I ss % of the weight. 

[Claim 3] The extension blow molding object made from a polyethylene terephthalate which carries out extension blow 
molding of the polyethylene terephthalate according to claim 1, and changes in it injection molding or preforming which 
carries out extrusion molding and changes. 

[Claim 4] The oriented film made from a polyethylene terephthalate which, on the other hand, extends a polyethyl ne 
ter phthalate according to claim 1 to ** at least, and changes in it injection molding or the sheet-like object which 
carries out extrusion molding and changes. 

[Claim 5] The polyethylene terephthalate to which the heating value of the temperature fall crystallization exoergic 
peak which the rate of the oxyethyleneoxyterephthaloyi unit to all composition repeating units is 97.5-99.0-mol %, and 
the rate of 1 to all composition repeating units, 4, and 7-trioxa heptamethylene TEREFUTA roil unit is 1.0-2.5-mol the 
polyethylene terephthalate which is %, and (1) limiting viscosity measured with 0.60 - 0.90 dl/g and (2) differential scan 
type calorimeter comes out, and is characterized by 7.0 or less J/g of a certain thing. 

[Claim 6] The extension blow molding object made from a polyethylene terephthalate which carries out extrusion 
molding, carries out extension blow molding of the polyethylene terephthalate according to claim 5, subsequently 
carries out heat setting, and changes injection molding or preforming which changes in it 

[Claim 7] The oriented film made from a polyethylene terephthalate which, on the other hand, extends a polyethylene 
terephthalate according to claim 5 to ** at least, subsequently carries out heat setting, and changes in it an 
injection-molding or sheet [ which carries out extrusion molding and changes ]— like object. 
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DETAILED DESCRIPTION 



.Detailed Description of the Invention] 

;oocn] 

^Industrial Application] this invention relates to a bottle, a film, a sheet, etc. at a useful polyethylene terephthalat . 
: 0002] 

!D scription of the Prior Art] The polyethylene terephthalate (henceforth "PET") is excellent in a mechanical 
strength, chemical stability, transparency, sanitation nature, etc., and is used for wrapping broadly [ since it is 
lightweight and cheap ] as various kinds of sheets and a container, and its elongation as containers, such as a 
carbonated drink, a fruit-juice drink, a liquid seasoning, edible oil, alcohol, and wine, is especially remarkable. 
[0003] such a PET — for example, the case of a bottle — an injection molding machine — blow molding — preforming 
of the body and its function — fabricating — this preforming — the metal mold of a predetermined configuration — 
an extension blow is carried out inside moreover — the case of the content liquid which needs heat restoration like a 
fruit-juice drink — the blow — metal mold — inside or the metal mold formed separately — it is common to carry out 
heat setting further and to be fabricated by the bottle in inside 

[0004] on the other hand, about the making machine of these bottles, the large-sized injection molding machine which 
can fabricate much preforming by 1 time of the molding cycle conventionally, and the inclination for it to be markedly 
alike, and for a quick high-speed blow molding machine etc. to newly be introduced, or for blow molding speed to b 
replaced with the conventional making machine rather than before have become strong in recent years to raise 
productivity more 

[0005] In the high-speed blow molding machine, not only a blow process but the speed of the heating softening 
process of preforming with which a blow process is presented serves as a setup which carries out heating softening of 
the preforming in an elevated temperature and a short time from the conventional machine to make it quick. It is in a 
state [ that transparency is substantially held by non-** in preforming ], and it is required of a preforming heating 
softening process to extension temperature a temperature up and to make it soften. 

[0006] Although it is made to spread and the conventional PET has crystallinity desirable in the temperature field of 
the preforming heating softening process of the conventional blow molding machine, since crystallization speed is too 
quick under a hotter situation like the usual preforming heating softening process of a high-speed blow molding 
machine When preforming which fabricated the conventional PET and was obtained was fabricated in a bottle with a 
high-speed blow molding machine, crystallization advanced in the preforming heating softening process, and there was 
a trouble that the bottle obtained will milk or a haze will become high, therefore — the case where preforming which 
fabricated the conventional PET and was obtained is fabricated in a bottle using a high-speed blow molding machine 
the conditions of a preforming heating softening process — the same temperature as the conventional machine, 
and time — it must set up — therefore, the processing speed of a blow process — the conventional machine — 
equivalent — until — not dropping — it was not able to obtain and the original productivity which a high-speed blow 
molding machine has was not fully able to be demonstrated 

[0007] It is known that the crystallinity of PET can be reduced by enlarging limiting viscosity of PET or on the other 
hand making [ many ] the amounts of copolymerization, such as a diethylene-glycol component, conventionally. 
However, there was [ become / high / melt viscosity / when limiting viscosity is enlarged ] a trouble that own thermal 
stability of PET falls when the amounts of copolymerization, such as a diethylene-glycol component, are made / many 
/ on the other hand, or the thermal resistance of a bottle and creep resistance which are acquired fell, by there being 
a trouble that a moldability falls or resin cost becomes high further. 

[0008] Moreover, for 150-185 degrees C and cooling crystallization peak-mesial-magnitude width efface, 20 degrees 
C or more and cooling crystallization peak inclination are [ the cooling crystallization peak temperature for which 
JP,61-39183,B was asked with the differential scan type calorimeter ] 0.09 mcal/sec2. Main Japanese common 
chestnut which does not produce a cooling crystallization peak the following, or the blow molding object with which it 
obtains, and carries out and a unit consists of polyester which is PET is indicated. However, with this polyester, there 
was a trouble that the haze of a Plastic solid became large, on condition that high velocity forming by heating of an 
elevated-temperature short time. 
[0009] 

[Problem(s) to be Solved by the Invention] Since the purpose of this invention improved the crystallinity of the 
conventional PET, when high velocity forming is carried out, can suppress the increase in a white blush mark or a 
haze low, and also It has the conventional PET, an EQC or the thermal resistance beyond it, thermal stability, a 
mechanical strength, etc. since there are still few oligomer contents It is in offering the polyethylene terephthalate 
excellent in the high- velocity-forming nature which cannot cause contamination of metal mold etc. easily at the time 
of fabrication, and can fabricate a Plastic solid with few acetaldehyde contents easily 
[0010] 

[Means for Solving the Problem] In order to attain the above-mentioned purpose, as a result of inquiring 
wholeheartedly, this invention persons found out the polyethylene terephthalate of the specific physical-properties 
range, and reached this invention. Namely, the rate of an oxyethyleneoxyterephthaloyl unit [ as opposed to all 
composition repeating units in the summary of this invention ] is 96.0-99.0-mol %. And the rate of a 1 to all 
composition repeating units, 4, and 7-TORIOKISHI heptamethylene tele phthaloyl unit is 1.0-4.0-mol the polyethylene 
terephthalate it is [ polyethylene terephthalate ] %. (1) It is related with the polyethylene terephthalate to which the 
heating value of the temperature fall crystallization exoergic peak which limiting viscosity measured with 0.60 - 0.90 
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dl/g and (2) differential scan type calorimeter comes out, and is characterized by 7.0 or less J/g of a certain thing, 
and the Plastic solid which comes to reach. 

[001 1] Hereafter, this invention is explained in detail. What is necessary is just to use the raw material used by 
well-known PET in PET of this invention about the terephthalic-acid component and diethylene-glycol component 
which constitute the 1 , 4, and 7-trioxa heptamethylene tele phthaloyl unit (henceforth "DT unit") which are the 
t rephthalic-acid component which constitutes the oxyethyleneoxyterephthaloyl unit (henceforth "ephemeris-time 
unit") which is a main composition repeating unit, an ethylene glycol component, and a subslack composition repeating 
unit 

[0012] About especially a diethylene glycol (henceforth "DEG"), since the byproduction of the part [ ethylene glycol ] 
is carried out into polymerization reaction, the amount of DEG components is controllable only by choosing suitably a 
reaction condition besides in the case of using the specified quantity of DEG or its ester plasticity derivative as a 
polymerization raw material, an additive, etc. The ethylene glycol which is used as a raw material in the case of the 
well-known method performed in PET from the former as a method of controlling the amount of DEG components by 
the reaction condition, for example, the temperature of a reaction, time, a pressure, and the direct esterifying m thod, 
and the method of controlling by the preparation ratio of a terephthalic acid etc. are mentioned. Moreover, as an 
additive, little addition of the basic compounds, such as the 4th class ammonium of hydroxylation of tertiary amine, 
such as a triethylamine, tree n butylamine, and a benzyl dimethylamine, a hydroxylation tetraethylammonium, 
hydroxylation tetrabutylammonium, trimethylbenzylammonium hydroxide, etc. and a lithium carbonate, a sodium 
carbonate, potassium carbonate, and sodium acetate, can be carried out, and generation of DEG can be suppressed, 
for example. On the other hand, if little addition of the inorganic acids, such as a sulfuric acid, is carried out into a 
polymerization raw material, generation of DEG can be promoted and a content can also be made to increase, 
although it is not necessary to use especially the additive that controls these amounts of generation of DEG, 
supposing it is required — usually — all polymerization raw materials — you may use it in 0.005 - 1% of the weight of 
the range preferably 0.001 to 10% of the weight 

[0013] the rate of ephemeris-time unit [ on PET of this invention, and as opposed to all composition repeating units ] 
— the rate of 96.0-99.0-mol % and DT [ as opposed to / are 96.5-98.5 mol % preferably, and / all composition 
r p ating units ] unit — 1.0-4.0-mol % — it is 1.5-3.5-mol % preferably Since it is in the inclination for own thermal 
stability of PET to get worse clearly when the thermal resistance of an extension Plastic solid and creep resistanc 
serve as a fall inclination when not filling ephemeris-time unit to 96.0-mol%, and when DT unit exceeds 4.0-mol %, and 
also DT unit exceeds 4.0-mol % especially, it is not desirable. 

[0014] On the other hand, since the problem that cannot fully fuse, an opaque white portion occurs in a Plastic solid, 
and uniform transparency is spoiled arises when the melting point of PET becomes high too much and melting 
fabrication is performed at high speed when ephemeris-time unit exceeds 99.0-mol %, and in not filling DT unit to 
1.0-mol%, it is not desirable. Moreover, in 1.0-4.0-mol the range which is %, the rate of ephemeris-time unit is suitable 
[ the rate of the above-mentioned ephemeris-time unit ] for the rate of a 96.0-99.0-mol % and DT unit for the rate of 
a 97.5-99.0-mol % and DT unit as an object for heatproofs for mold goods which thermal resistance is good, carries 
out heat setting after fabricating a resin especially in the 1.0-2.5-mol range which is %, and changes, the carbonated 
drink with which especially severe thermal resistance is not demanded on the other hand since the rate of a 
96.0-97.5-mol % and DT unit corresponds to the range which can make small especially the amount of byproductions 
of the acetaldehyde at the time of fabrication although the effect of the heat-resistant improvement by the heat 
setting after fabricating a resin itself tends to fall in the range whose rate of ephemeris-time unit is 2.5-4.0-mol % — 
business — it is suitable for molding materials, such as a bottle 

[0015] Furthermore, in the limitation which does not deviate from the requirements for composition of this invention, 
little copolymerization of the diol components other than dicarboxylic-acid components other than a terephthalic acid 
and ethylene glycol, and a diethylene glycol may be carried out, and they may be included. As these dicarboxylic-acid 
components, para hydroxybenzoic acid, para-hydroxybenzoic-acid ester, a glycolic acid, etc. are mentioned as 
aliphatic dicarboxylic acids, such as an isophthalic-acid, phthalic-acid, 2, 6-naphthalene dicarboxylic-acid, 4, and 
4 -diphenylsulfone dicarboxylic-acid, 4, and 4'-biphenyl dicarboxylic acid, 1 ,3-phenylenedioxy diacetate and these 
structural isomers, a malonic acid, a succinic acid, and an adipic acid, oxy acid, or its derivative, moreover, an alicyclic 
glycol like aliphatic glycols, such as 1, 2-propanediol, 1, 3-propanediol, 1, 4-butanediol, a pentamethylene glycol, a 
hexamethylene glycol, and neopentyl glycol, and cyclohexane dimethanol as a diol component — aromatic dihydroxy 
compound derivatives, such as bisphenol A and Bisphenol S, etc. can be mentioned further The rate over all the 
composition repeating units of the composition repeating unit in which 2 functionality copolymerization components 
other than these terephthalic acids, ethylene glycol, and a diethylene glycol contain these components can use an 
amount from which all the carboxylic~acid components and all the hydroxy components of PET of this invention serv 
as equivalence substantially in less than [ 2.0 mol % ] and the range which becomes less than [ 1 .0 mol % ] preferably. 
[0016] As for the raw material used for PET of this inventions including an above-mentioned terephthalic acid and 
above-mentioned ethylene glycol, it is desirable for there to be as much as possible few amounts of the ash content 
at the time of ashing. deltaH of PET obtained, so that there are few amounts of ash content tends to become small. 
Next, in the mixed solvent of a phenol/tetrachloroethane (weight ratios 1/1), the limiting viscosity of PET of this 
invention is measured at 30 degrees C, and is the range of 0.70 - 0.80 dl/g preferably 0.60 to 0.90 dl/g. When PET 
obtained when limiting viscosity was less than 0.60 dl/g is made with mold goods, it cannot have practical sufficient 
intensity, moreover, the metal mold at the time of carrying out high-speed blow molding of the preforming which 
fabricates obtained PET and changes, when limiting viscosity exceeds 0.90 dl/g — since size enlargement nature is 
bad, it is not desirable 

[001 7] Moreover, as a heat characteristic of PET of this invention, 7.0 or less J/g (henceforth "deltaH") of heating 
values of the temperature fall crystallization exoergic peak measured with the differential scan type calorimeter 
(henceforth "DSC") is the range of 2.0 - 5.0 J/g still more preferably 1.0 to 6.0 J/g preferably. This range is a value 
conventionally smaller than the thing of well-known general PET. In this invention, the temperature up of the 5.0mg of 
the PET samples is carried out to deltaH from a room temperature to 300 degrees C by part for 20 degrees-C/of 
programming rates in DSC. After soaking in liquid nitrogen and holding for 1 minute at the same time it takes out this 
sample outside promptly, after carrying out melting maintenance for 10 minutes at 300 degrees C continuously, leave 
it at a room temperature for for 30 minutes to 1 hour, and the sample which became a room temperature is returned 
to equipment. Again, a temperature up is carried out from a room temperature to 300 degrees C by part for 20 
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degrees-C/of programming rates, and after carrying out melting maintenance for 10 minutes at 300 degrees C 
continuously, the heating value of the exoergic peak originating in crystallization observ d in -10-degree-C 
temperature fall process for /in temperature fall speed at the time of lowering the temperature and measuring in a 
part for -10-degree-C/in temperature fall speed is said. 

[0018] When deltaH is in the above - mentioned range, in case it is not only suitable for high-speed blow molding, but 
high-speed melting fabrication of the preforming is carried out, transparency is high and a haze has th featur which 
can obtain low preforming more easily than the conventional PET. Since it is in the inclination which the probl m that 
the bottle with which it goes on, and crystallization blows and is acquired in a preforming heating soft ning process 
milks, or transparency is missing, and a haze becomes high produces when deltaH exceeds 7.0 J/g and high-speed 
N blow molding is presented with preforming which fabricates PET and is obtained, it is not desirable. 

[0019] It is desirable for there to be usually 240-257 degrees C in the range of 245-255 degrees C preferably about 
the melting point (henceforth "Tm") of PET of this invention on the other hand. In this invention, Tm means the 
temperature from which the amount of endothermics around unit time serves as the maximum in the endothermic 
peak originating in the dissolution observed in the 2nd temperature up process measured on the measurement 
conditions of above-mentioned DSC. When Tm is in this range, it is easy to make still higher transparency of 
preforming obtained by carrying out high-speed melting fabrication of the PET of this invention. 
[0020] About the oligomer content of PET of this invention, it is preferably desirable that it is 0.30 or less % of the 
weight still more preferably 0.35 or less % of the weight 0.40 or less % of the weight as a content of the annular trimer 
which is the principal component of oligomer. In PET of this invention, when the content of an annular trimer is 0.40 or 
less % of the weight, the improvement of contamination, such as a cooling drum of an extruding press machine and 
metal mold of an injection molding machine or a blow molding machine, is accepted. 

[0021] In PET of this invention, it is preferably desirable [ the concentration (henceforth "AV") of an end carboxyl 
group ] that they are 15 or less eq/ton still more preferably 20 or less eq/ton 25 or less eq/ton. When AV of PET of 
this invention is in this range, while moisture resistance, thermal stability, etc. improve more, there is an inclination for 
the oligomer component content to fully be reduction-ized in so I id- state-polymerization process in the case of 
manufacture of PET of this invention. 

[0022] Moreover, the density of PET of this invention is usually 1.380 g/cm3, when it measures at 23 degrees C with 
the density-gradient pipe which used the mixed solvent of a carbon tetrachloride / n-heptane. They are 1.390 g/cm3 
preferably above. It is desirable above that they are three or more 1.395 g/cm especially preferably. When density is 
in the above-mentioned range, it is in the inclination for the amorphous molar fraction of PET to be low, for solid stat 
polymerization and heat treatment to come out enough, and for oligomer to fully be reduction-ized for a certain 
reason. 

[0023] Furthermore, it is usually preferably desirable about the content of the acetaldehyde of PET of this invention 
that it is below the 3 weight ppm still more preferably below the 5 weight ppm below the 7 weight ppm. The bad smell 
and nasty smell which originate in an acetaldehyde with food containers, such as a bottle, and since [ when the 
content of an acetaldehyde is in this range and PET of this invention is made with mold goods by high velocity 
forming, for example, ] neither the flavor of contents nor change of a scent is accepted further, it is very desirable. 
[0024] PET of the above this invention can be manufactured with sufficient productivity by performing solid state 
polymerization which follows a melting polymerization and it according to a well-known method from the former about 
PET. Hereafter, the manufacture method is described in detail. After performing a direct esterification reaction under 
pressurization, using a terephthalic acid and ethylene glycol as a melting polymerization method, while carrying out a 
temperature up further for example, it can consider as reduced pressure gradually and the method of carrying out the 
polycondensation of the reactant obtained after that further, the so-called DMT method, etc. can be mentioned by 
performing an ester exchange reaction using the method of carrying out a polycondensation reaction, the so-called 
TPA method and the ester derivative of a terephthalic acid, for example, dimethyl-terephthalate ester, and ethylene 
glycol. 

[0025] Although which melting polymerization method illustrated by the TPA method, the DMT method, etc. may be 
used as a melting polymerization method used for manufacture of PET of this invention, it is the TPA method 
preferably from the field of reduction-izing of the component used as productivity or a crystalline-nucleus agent. In 
melting polymerization reaction, when adding a DEG component, it can add at slurry manufacture of a terephthalic 
acid and ethylene glycol, an esterification reaction, an ester exchange reaction, or the arbitrary stages in early stages 
of a polycondensation reaction. For example, beforehand, the ester exchange reaction of a terephthalic-acid ester 
derivative and ethylene glycol may be performed, and the polycondensation of the DEG may be added and carried out 
to the ester exchange reaction object. 

[0026] Even if it carries out in one stage, you may perform such a polycondensation reaction by dividing into two or 
more step story. When carrying out on two or more step story, 250-290 degrees C of reaction temperature of the 
polycondensation of the 1st phase eye of a polycondensation reaction condition are usually 260-280 degrees C 
preferably, a pressure is usually 200 - 30mmHg preferably 500 to 20 mmHg, and 270-300 degrees C of temperature of 
the polycondensation reaction of a culmination are usually 275-295 degrees C preferably, and a pressure is usually 5 
- 0.5mmHg preferably ten to 0.1 mmHg. 

[0027] It is the range of the above [ the polycondensation reaction condition of the 1st step and the 2nd step ] when 
carrying out a polycondensation reaction in two stages, respectively, and when carrying out above a three-stage, they 
are the conditions between the reaction conditions of eye the last stage from the 2nd step. For example, when a 
polycondensation reaction is carried out by the three-stage, 265-295 degrees C of reaction temperature of the 
2nd-step polycondensation reaction are usually 270-290 degrees C preferably, and a pressure is usually the range of 
40 - 5mmHg preferably 50 to 2 mmHg. Although especially a limit does not have the limiting viscosity which reaches in 
each of these polycondensation reaction processes, it is desirable that the degree of a rise of the limiting viscosity in 
each stage is distributed smoothly, and the limiting viscosity of the prepolymer further obtained from the 
polycondensation reactor of eye the last stage is usually 0.55 - 0.70 dl/g preferably 0.50 to 0.75 dl/g. When 
chip-ization becomes difficult in not fulfilling the 0.50 dl/g this range, and the limiting viscosity of a prepolymer 
exceeds 0.75 dl/g and it is hard to perform the draw of the prepolymer from a reaction can, the reduction effect of 
the oligomer at the time of presenting solid state polymerization decreases. Usually, a prepolymer is extracted in the 
shape of a strand from a melting state, and, subsequently is cut for a granular chip. 

[0028] As for such a granular chip, it is usually desirable to have a 2.2-4.0mm mean particle diameter preferably 
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2.0-5.0mm. It is desirable to use initial complements, such as an esterifi cation catalyst, an ester-interchange catalyst, 
a polycondensation catalyst, and a stabilizer, at the above esterification reaction, ester exchange reaction, and 
polycondensation reaction. 

[0029] However, although it is not necessary to use it since the terephthalic acid to be used serves as an 
autocatalysis of an esterification reaction especially, if there is an esterification catalyst with the need, a small 
amount of inorganic acid etc. can be used for it, for example. Although one or more sorts, such as the well-known 
compound generally used for PET, for example, calcium, titanium, manganese, zinc, sodium, and a lithium compound, 
can be used as an ester-interchange catalyst, the viewpoint of transparency to especially a manganes compound is 
desirable. 

[0030] Although one or more sorts of compounds, such as the well-known compound generally used for PET, for 
example, germanium, antimony, titanium, and cobalt, can be used as a polycondensation catalyst, the compound of 
germanium or antimony is used preferably. A germanium compound is especially used preferably from the point of the 
transparency of PET obtained. As a compound of germanium or antimony, those oxides, an inorganic-acid salt, organic 
acid chloride, a halogenide. a sulfide, and glycol esters are illustrated. 

[0031] the amount of catalysts — an ester-interchange catalyst and a polycondensation catalyst — as the amount of 
metals — all the inside of a polymerization raw material — usually — the 5 - 2000 weight ppm — it is preferably used 
in the range of the 10 - 500 weight ppm When using a germanium compound especially, as for the amount used, it is 
desirable for the content of a germanium atom to usually use the 10 - 100 weight ppm and a suitable amount which 
s rves as the range of the 30 - 60 weight ppm preferably into PET after the prepolymer to manufacture or solid stat 
polymerization. Since the thermal stability of PET of this invention is good and also the reduction-ized speed and the 
solid phase rate of polymerization of the oligomer at the time of carrying out prepolymer solid state polymerization and 
manufacturing PET of this invention, and the degree of reduction of the amount of oligomer byproductions at the tim 
of fabrication become still larger when the content of a germanium atom is in the above-mentioned range, it is mor 
good. When using diacid-ized germanium in order to satisfy this range for example, although the diacid-ized germanium 
about 50 - 300 weight ppm is used by opposite polymer at the time of a melting polymerization, it can usually control 
by the ratio of the dicarboxylic-acid component of the temperature at the time of a polymerization, a pressure, 
polymerization time, and an esterification reactant, and a glycol component etc. separately. 

[0032] As a stabilizer, trimethyl phosphate, triethyl phosphate, Tree n-butyl phosphate, trioctylphosphate, triphenyl 
phosphate, Phosphoric ester, such as tricresyl phosphate, triphenyl phosphite, Phosphorous acid ester, such as tris 
dodecyl phosphite and tris nonylphenyl phosphite Methyl acid phosphate, iso propylure JIDDO phosphate, Phosphorus 
compounds, such as alkyl acid phosphate, such as butyl acid phosphate, dibutyl phosphate, monobutyl phosphate, and 
dioctyl phosphate, and a phosphoric acid, phosphorous acid, hypophosphorous acid, and polyphosphoric acid, are 
d sirable. a stabilizer — as the weight of the Lynn atom in a stabilizer — all the inside of a polymerization raw 
material — usually — the 10 - 1000 weight ppm — it is preferably used in the range of the 20 - 200 weight ppm 
[0033] When using a germanium compound as a polycondensation catalyst especially, it is desirable to use it so that it 
may usually become a 0.4 to 1.0 times as many range as this preferably 0.3 to 1.5 times to the germanium atom which 
the Lynn atom contained in PET after a prepolymer and solid state polymerization contains collectively at a weight 
ratio. When the content of the Lynn atom is in this range, the thermal stability of PET obtained by carrying out solid 
state polymerization of a prepolymer and it becomes good especially. 

[0034] Furthermore, as a result of this invention persons' inquiring wholeheartedly, when using the TPA method as a 
manufacturing method of PET of this invention, it has found out that deltaH of PET obtained is controllable by 
controlling the addition time of the addition of a germanium compound or phosphorus compounds and a raw material 
slurry and an esterification reactant, or an initial polycondensation object, i.e., a PET precursor. Below, a detail is 
explained. 

[0035] Concerning [ both ] the addition of a germanium compound or phosphorus compounds, as few, deltaH of PET 
obtained tends to become smaller. However, if it is the addition of a germanium compound or phosphorus compounds 
from which the concentration of the germanium atom contained in PET or the Lynn atom serves as the 
above-mentioned range, even if it will not lessen especially the addition of a germanium compound or phosphorus 
compounds, PET of this invention can be easily obtained only by optimization of those addition time. 
[0036] Moreover, about the addition time to the PET precursor of a germanium compound or phosphorus compounds, 
addition time is expressed as a rate of esterification of the PET precursor in the time of these compounds being 
added. As the difference of the rate of esterification of the PET precursor with which a germanium compound and 
phosphorus compounds are added is large, deltaH of PET obtained tends to become smaller. As the absolute value 
(henceforth "GP value") of the difference of the inverse number square value of the rate of un-esterifying of the 
reactant in the time of a germanium compound being added and the inverse number square value of the rate of 
un-esterifying of the reactant in the time of phosphorus compounds being added is large more strictly, deltaH of PET 
obtained tends to become smaller. 

[0037] This invention persons devise the above-mentioned GP value as what shows the relative addition situation of a 
germanium compound and phosphorus compounds, and it is computed using the following formula (1) from the rate of 
esterification of the PET precursor in the time of a germanium compound being added, and the rate of esterification of 
the PET precursor in the time of phosphorus compounds being added. 
GP=|(1-R1 /100)-2-(1-R2 /100)-2|(1 

It sets at an above-mentioned ceremony (1), and is R1 . It is the rate of esterification of the reactant by which a 
germanium compound is added (unit : Eq %), and is R2. It is the rate of esterification of the reactant by which 
phosphorus compounds are added (unit : Eq %). It is R1 when a germanium compound and phosphorus compounds are 
especially added in a raw material slurry. R2 If it carries out, the rate of esterification of the reactant by which the 
raw material slurry containing this compound is added is used. 

[0038] GP value computed by the above-mentioned formula (1) can usually manufacture PET of this invention 20 or 
more preferably ten or more by the melting polymerization under the conditions which become 30 or more preferably 
especially, and the solid state polymerization which follows it. In addition, respectively, it may bundle up, you may add 
to a reactant, and a germanium compound and phosphorus compounds may be added in 2 steps or more to the 
reactant of the stage where the rates of esterification differ. Since the crystallinity of PET obtained can be more 
easily controlled finely when adding a germanium compound and phosphorus compounds in 2 steps or more, it is more 
desirable. What is necessary is to compute GP value to the combination of addition of all germanium compounds and 
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phosphorus compounds, and just to make it smallest GP value of them become above-mentioned within the limits, 
when a germanium compound and phosphorus compounds divide into multiple times and are added. 
[0039] In a formula (1), furthermore, having dared have expressed addition time at the rat of est rification of not tim 
but the PET precursor at the time of addition for example, when a germanium compound and phosphorus compounds 
are added in a raw material slurry Since a difference was not accepted in d ItaH of PET obtain d ven if it changed 
time and it divided a germanium compound and phosphorus compounds, respectively, even if it added simultaneously, 
and it added, It is not appropriate to express addition time by time, and it is because it thought it mor d sirable to 
express as a rate of este rification of the PET precursor at th time of addition. 

[0040] Manufacture of PET of this invention is used as a polycondensation catalyst, a phosphoric acid is used for 
below as 2 germanium dioxides and a stabilizer, and it explains in full detail further by making into an example the case 
where it carries out by the TPA method. As a manufacturing facility which manufactures PET of this invention by the 
TPA method, although any of a continuous system melting polymerization facility or a batch-process melting 
polymerization facility are sufficient, it is a continuous system melting polymerization facility more preferably from 
fields, such as productivity and quality stability. 

[0041] It is a polymerization facility with which manufacture and supply, esterification reaction, and polycondensation 
reaction of a raw material slurry are performed simultaneously continuously, and a continuous system melting 
polymerization facility is equipment which extracts manufactured PET from a reactor and is used as a product whil it 
reacts supplying a raw material slurry regularly. Therefore, for the raw material slurry tub of a continuous system 
melting polymerization facility, each reaction vessel, and transfer piping that connects them, unless a reaction 
condition is changed extremely, the rate of esterification of the reactant which exists in inside is simultaneously 
regularity according to the process. Then, what is necessary is to grasp the rate of esterification in each process 
beforehand, to form the continuation addition equipment of a catalyst and a stabilizer in a suitable process, for 
example, a raw material slurry tub, each reaction vessel, transfer piping that connects them, and just to perform 
addition of 2 germanium dioxides or a phosphoric acid for it regularly, in order to control deltaH of PET obtained, in 
case PET is manufactured with a continuous system melting polymerization facility. Furthermore, if the continuation 
addition equipment of a catalyst and a stabilizer is formed in two or more above-mentioned processes, respectively 
and those additions are controlled, deltaH of PET obtained can be controlled more finely. 

[0042] On the other hand, since supply, esterification reaction, and polycondensation reaction of a raw material slurry 
are serial or the polymerization facility performed halfHn succession, as for a batch-process melting polymerization 
facility, unlike a continuous system melting polymerization facility, the rate of esterification of the reactant in each 
reaction vessel changes with reaction time. Then, what is necessary is to form the addition mouth and addition 
equipment of a catalyst and a stabilizer in a raw material slurry tub, each reaction vessel, and transfer piping that 
connects them, and just to perform addition of 2 germanium dioxides or a phosphoric acid in the stage from which the 
reactant became a predetermined rate of esterification, in order to control deltaH of PET, in case PET is 
manufactured with a batch-process melting polymerization facility. These addition can set up addition time by 
reaction time by grasping beforehand the relation of the rate of esterification of reaction time, and a reactant. Since 
the rate of esterification of a reactant changes with reaction time, in a batch-process melting polymerization facility 
the addition mouth or addition equipment of a catalyst and a stabilizer If it is in one esterification reaction vessel at 
least, although a catalyst and a stabilizer can be divided into multiple times, respectively, it can add to the reactant 
from which the rate of esterification differs and deltaH of PET obtained can be controlled more finely By forming the 
addition mouth or addition equipment of a catalyst and a stabilizer in two or more above-mentioned processes, 
respectively, deltaH of PET obtained can be controlled more broadly. 

[0043] the 2 germanium dioxides and phosphoric acid which are used with an above-mentioned continuous system 
melting polymerization facility or a batch-process melting polymerization facility — usually — as it is — or — 
although used in the state where it was made to dissolve in solvents, such as water or ethylene glycol, — desirable — 
water or an ethylene glycol solution — it is an ethylene glycol solution especially preferably It is more desirable to 
dissolve in a solvent and to add, since control of an addition may become difficult since there are very few amounts to 
add when adding in the state as it is, and the dispersibility in the inside of the reactant the top where it is difficult to 
perform addition operation continuously since especially 2 germanium dioxides are usually fine particles, and after 
addition, and solubility may become bad. Moreover, although there is especially no problem in adding to a raw material 
slurry or the small esterification reactant of the rate of esterification, in case a germanium catalyst solution is 
solution, since a problem and a bird clapper have decline in the rate of esterification by hydrolysis of a reactant in 
adding to a reactant with the large rate of esterification, it should be careful. 

[0044] It dilutes with ethylene glycol and the ethylene glycol solution of a phosphoric acid should just prepare the 
phosphoric acid which can usually come to hand, for example, 85%-phosphoric-acid solution, so that the concentration 
of the Lynn atom may usually become about 0.03 - 3.0 % of the weight. What is necessary is just to use the method of 
distilling off and preparing water under heating, once it adds ethylene glycol for a well-known method, for example, the 
method of dissolving 2 germanium dioxides in ethylene glycol directly under heating, or 2 germanium dioxides after 
dissolving in hot water from the former as a method of preparing the ethylene glycol solution of 2 germanium dioxides. 
By these methods, the ethylene glycol solution of 2 germanium dioxides usually prepared by 0.05 - 1.0% of the weight 
of the range is used for a melting polymerization as concentration of a germanium atom. In addition, although a part or 
all of 2 germanium dioxides reacts with ethylene glycol and glycoxyde, the ethylene screw oxide, and the bird clapper 
are known when the ethylene glycol solution of 2 germanium dioxides is prepared by such method, in this invention, 
the ethylene glycol solution with which the reactant with these ethylene glycol was contained is also named the 
ethylene glycol solution of 2 germanium dioxides generically. 

[0045] In PET of this invention, although there is especially no need, as long as it is required, copolymerization of the 
little polyfunctional component of three or more organic functions may be carried out. Although the well-known 
compound used for general from the former at PET can be used as a polyfunctional component of three or more 
organic functions For example, trimellitic acid, a trimesic acid, pyromellitic acid, and these structural isomers, Or the 
anhydride of these multifunctional compounds, a nuclear-substitution object, TORIMECHI loan ethane, Many hydroxy 
compounds, such as a trimethylol propane, a glycerol, and a pentaerythritol, And the glycidyl ether of the ester 
formation nature derivative of the above multifunctional compound of three or more organic functions and an aromatic 
dihydroxy compound like bisphenol A diglycidyl ether etc. can be mentioned, all the monomeric unit components from 
which the polyfunctional component of these three or more organic functions constitutes PET of the range in which 
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gelling does not advance substantially, i.e., this invention, — receiving — usually — less than [ 1.0 mol % ] — in the 
range not more than 0.5 mol %, copolymerization may be carried out preferably When copolymerization of the 
polyfunctional component of three or more organic functions of the suitable amount of above is carried out to PET of 
this invention, it is in the inclination for melt viscosity to become high as compared with th case where 
copolymerization of the polyfunctional component is not carried out, in the same limiting viscosity. 
[0046] Furthermore, in PET of this invention, unless it will deviate from the requirem nts for composition of this 
invention if required although there is especially no need, it is also possible to carry out littl copolymerization of the 
single organic-functions component. As a compound used as a single organic-functions component, monofunctional 
compounds, such as t-butyl benzoic acid, a benzoylbenzoic acid, a stearyl acid, benzyl alcohol, and a stearyl alcohol, 
can be mentioned, for example, all the monomeric unit components that constitute PET of this invention in using it, 
although it is not necessary to use especially these monofunctional compounds — receiving — usually — less than 
1.0 mol % ] — in the range not more than 0.5 mol %, it is used preferably It is easy to stop the amount of 
* byproductions of the oligomer at the time of fabrication few by copolymerizing a single organic-functions component. 
[0047] As mentioned above, with PET of this invention which presents solid state polymerization with this prepolym r, 
and is obtained, although contents, such as a composition repeating unit of the prepolymer manufactured by the 
melting polymerization and a germanium atom, and the Lynn atom, are substantially the same In a detail, more 
contents, such as these germanium atom and the Lynn atom Depending on conditions, such as the conditions at th 
time of solid state polymerization, for example, temperature, time, a pressure, and an inert-gas flow rate, about 0 - 
10% of amount may decrease in solid state polymerization to the content of each [ these ] atom of a prepolymer, 
respectively. 

[0048] About AV of a prepolymer, it is usually desirable for there to be 13 - 30 eq/ton in the range of 15 - 25 eq/ton 
still more preferably preferably ten to 40 eq/ton. When AV is in this range, the solid phase rate of polymerization at 
the time of presenting solid state polymerization with this prepolymer is quick, and since the reduction effect of 
oligomer is large, it is very desirable. 

[0049] What is necessary is for control of the method of the last esterification of controlling AV currently performed 
by the melting polymerization of PET from the former, for example, the rate of esterification reaction time, the 
temperature of an ester exchange reaction or polycondensation reaction time, a pressure, time, etc. just to perform 
control of AV of a prepolymer. PET of this invention may be the prepolymer chip itself obtained by the melting 
polymerization as mentioned above, and may perform solid phase polymerization to this prepolymer chip further. 
Especially, when it is required for limiting viscosity to be 0.7 or more dl/g to PET of this invention, and when it is 
required for there to be few oligomer contents and acetaldehyde contents, as for PET of this invention, it is desirable 
that it is the thing which comes to give solid phase polymerization to a prepolymer chip. 

[0050] After it heats the prepolymer chip with which solid state polymerization is presented to low temperature and it 
performs preliminary crystallization from the temperature which may be made to absorb moisture under water, a 
steam, or steam content inert gas atmosphere, and may carry out gas conditioning, and performs a solid phase 
polycondensation beforehand, you may supply it to a solid phase polycondensation process. Such a preliminary 
crystallization process is dryness about a prepolymer chip, usually 120-200 degrees C, It can also carry out by heating 
for about 4 hours, desirable — the temperature of 130-180 degrees C - during 1 minute — Under a steam or steam 
content inert gas atmosphere, usually, this chip can be heated more than for 1 minute in temperature of 120-200 
degrees C, and can also be performed, or further It is made to absorb moisture under water, a steam, or steam 
content inert gas atmosphere, and usually, the prepolymer chip which carried out gas conditioning can be heated to 
the temperature of 120-200 degrees C more than for 1 minute, and can also be performed to it. Gas conditioning of a 
prepolymer is carried out so that the water content of a prepolymer may usually serve as 0.1 - 0.5% of the weight of a 
range preferably 0.01 to 1% of the weight. By presenting a crystallization process and a solid-state-polymerization 
process with the prepolymer chip containing moisture, it is possible to reduction-ize further the amount of the 
acetaldehyde contained in PET of this invention. 

[0051] The solid-state-polymerization process to which the above prepolymer chips are supplied It consists of at 
least one step, and 190-240 degrees C of polymerization temperature are usually 195-235 degrees C preferably, th 
case of an inert gas flow method — a pressure — usually — 1 kg/cm2 — preferably G to 10 mmHg Under the 
conditions of 0.5 kg/cm2 G - lOOmmHg, it carries out under inert gas atmosphere, such as nitrogen, an argon, and a 
carbon dioxide, and a pressure is usually preferably carried out under the conditions of 0.01 - lOOmmHg 0.01 to 300 
mmHg in a reduced pressure method. Although solid-state-polymerization time reaches desired physical properties for 
a short time so that temperature is high, it is usually 5-30 hours preferably for 1 to 50 hours. 

[0052] PET of this invention obtained as mentioned above can fabricate the wrapping of a film, a sheet, a container, 
and others by PET using the melting fabricating method generally used. Moreover, it is possible by extending this PET 
to at least 1 shaft orientations to improve a mechanical strength. In manufacturing an oriented film, the equipment 
which comes to carry out extension processing of the sheet formed from PET of this invention, and is conventionally 
used for sheet fabrication and extension processing of PET can be used. Specifically, a non-extended sheet is once 
fabricated with extrusion molding or injection molding, in succession, it is reheated separately and extension 
processing is performed. Since the crystallinity of the conventional PET is improved, PET of this invention is easy to 
obtain the high non-extended sheet of transparency also in high-speed melting fabrication. Although what is 
necessary is just to set extension temperature as the temperature used by the conventional PET, 70-160 degrees C 
is usually preferably set as the range of 90-140 degrees C that what is necessary is just to set up in more detail 
between the glass transition temperature of PET of this invention, and temperature higher 70 degrees C than it. Since 
crystallinity is improved as compared with the conventional PET, even if PET of this invention sets up more highly 
about 10-30 degrees C of temperature of a heating heater, carries out the temperature up of the non-extended sheet 
to the above-mentioned extension temperature more for a short time and performs high-speed extension processing 
from the case where it is the conventional PET, its transparency of the oriented film obtained is high, and it can 
perform good extension processing. 

[0053] Although one shaft or two shafts are sufficient as extension, it is biaxial stretching from the point of film 
practical use physical properties preferably, if it will usually be preferably performed in the 1.5 to 8 times as many 
range as this 1.1 to 10 times if draw magnification is the case of uniaxial stretching, and it is the case of biaxial 
stretching — lengthwise and a longitudinal direction — each — what is necessary is just to usually [ 1.1 to 8 times as 
many as this ] carry out in the 1.5 to 5 times as many range as this preferably moreover, the ratio of the lengthwise 
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draw magnification to longitudinal direction draw magnification — usually — 0.5-2 — it is 0.7-1.3 pr ferably 
[0054] Although the obtained oriented film remains as it is and can be used, heat setting of it can be carried out 
further, and it can also improve thermal resistance and a mechanical strength, the temperature usually directly under 
the bottom 1 20-degree-Cof tonus - melting point in heat setting — it is the range of 150-230 degrees C preferably, 
and is usually preferably carried out for [ for / dozens of seconds / - ] several minutes for for several seconds to 
several hours In manufacturing a blow molding object, the equipment which comes to carry out extension blow molding 
of the preforming formed from PET of this invention, and is conventionally used by the extension blow molding of PET 
can be used. Specifically, preforming is once fabricated by injection molding or extrusion molding, it remains as it is, or 
it is reheated after processing the stopper section and a pars basilaris ossis occipitalis, and 

biaxial-stretching-blow-molding methods, such as the hot-parison method or a cold parison process, are applied. 
[0055] Specifically, although the temperature of each part of a cylinder and the nozzle of a making machine, or a die is 
usually set as the range of 270-290 degrees C, generally the lowest possible temperature whose transparency and 
moldability of preforming which are obtained are fitness is adopted from the molding temperature of preforming, and a 
viewpoint which stops low heat deterioration and the amount of an acetaldehyde which carries out a byproduction. 
Since the crystallinity of the conventional PET is improved, PET of this invention is easy to obtain high preforming of 
transparency also in high-speed melting fabrication. 

[0056] Although what is necessary is just to set the extension temperature at the time of carrying out biaxial 
stretching blow molding of the preforming, and considering as a blow molding object as the temperature used by th 
conventional PET, 70-140 degrees C is usually preferably set as the range of 90-120 degrees C that what is 
necessary is just to set up in more detail between the glass transition temperature of PET of this invention, and 
temperature higher 50 degrees C than it. Since crystallinity is improved as compared with the conventional PET, even 
if PET of this invention sets up more highly about 10-20 degrees C of temperature of a heating heater, carries out the 
temperature up of the temperature of preforming to the above-mentioned extension temperature more for a short 
time and performs high-speed extension blow molding from the case where it is the conventional PET, its 
transparency of the extension blow molding object acquired is high, and it can perform good extension blow molding. 
What is necessary is to set draw magnification 1.5 to 3.5 times lengthwise, and just to usually, set it as the 2 to 5 
times as many range as this at a circumferencial direction. 

[0057] the case of the content liquid which needs heat restoration like especially a fruit-juice drink and oolong tea 
although the acquired blow molding object can be used as it is — general — further — a blow — metal mold — heat 
setting is carried out inside, and thermal resistance is used, giving further Usually, under tonus by the compressed air 
etc., heat setting is 120-180 degrees C preferably, and is preferably performed for [ for / several seconds / - ] 
several minutes 100-200 degrees C for for several seconds to several hours. 

[0058] furthermore, the non-extended sheet for oriented films which comes to carry out high-speed melting 
fabrication of the PET of this invention and extension blow molding — the body and its function — in precursors for 
high-speed extension fabrication, such as preforming, it is desirable for 163-185 degrees C (henceforth "Tc") of 
temperature up crystallization exoergic peak temperature measured in DSC to be usually in the range of 165-180 
degrees C preferably In this invention, with Tc, when the temperature up of the 5.0mg of the precursor samples for 
high-speed extension fabrication is carried out from a room temperature to 300 degrees C by part for 20 
degrees-C/of programming rates in DSC, it is observed. The temperature from which the calorific value around unit 
time serves as the maximum in the exoergic peak originating in crystallization is said. Since crystallization cannot take 
place easily in the process heated to extension temperature when Tc is in the above-mentioned range, and 
high-speed extension fabrication is presented with this precursor, it is easy to obtain the high extension Plastic solid 
of transparency by high-speed extension fabrication. Furthermore, the precursor for high-speed extension fabrication 
which has Tc of the above-mentioned range can be easily obtained by presenting melting fabrication with PET of this 
invention. 
[0059] 

[Example] Hereafter, although an example explains this invention to a detail further, this invention is not limited to the 
following examples, unless the summary is exceeded. In addition, the "section" means the "weight section" among 
this example. Moreover, the various measuring methods used by this example are shown below. In addition, the 
measuring method of limiting viscosity and the method of computing GP value which shows the relative addition 
situation of a germanium compound and phosphorus compounds are as above-mentioned. 

[0060] (1) The rate of the terephthalic-acid component to all dicarboxylic-acid components (henceforth "the amount 
of TPA components ) 

The fixed quantity of the monomer object component generated after ** methanolysis by the conventional method 
was carried out by the gas chromatograph. 

(2) The rate of the ethylene glycol component to all diol components (henceforth "the amount of EG components") 
It understood an added water part by the conventional method, and the fixed quantity of the generated monomer 
object component was carried out by the gas chromatograph. 

[0061] (3) The rate of the diethylene-glycol component to all diol components (henceforth "the amount of DEG 
components ) 

The fixed quantity was carried out by the gas chromatography like the above-mentioned amount analysis method of 
EG components. 

(4) The rate of the oxyethyleneoxyterephthaloyl unit to all composition repeating units (henceforth "ephemeris-time 
unit quantity ') 

It asked by the product of the above-mentioned amount of TPA components, and the amount of EG components (unit 
: mol %). 

[0062] (5) The rate of 1 to all composition repeating units, 4, and 7-trioxa heptamethylene TEREFUTA roil unit 
(henceforth "DT unit quantity") 

It asked by the product of the above-mentioned amount of TPA components, and the amount of DEG components 
(unit : mol %). 

(6) The heating value (henceforth "deltaH"), the melting point (henceforth "Tm"), and temperature up crystallization 
exoergic peak temperature (henceforth "Tc") of a temperature fall crystallization exoergic peak 
delta H, Tm, and Tc were measured on the measurement conditions as above-mentioned using the 9900 type (910) 
differential scan type calorimeter made from DuPont, respectively. 
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[0063] (7) Annular trimer content (henceforth "the amount of CTs") 

200mg of samples was dissolved in chloroform / 2ml of hexafluoro isopropanol (capacity factors 3/2) mixtures, and 
chloroform 20ml was added and diluted further. It filtered and filtrate was obtained, after adding methanol 10mi to this 
and re-depositing a sample. The analysis fixed quantity of the residue was carried out in the liquid chromatography 
after hardening this filtrate by drying about the liquid which dissolved in dimethylformamide 25ml. 
[0064] (8) End carboxyl group concentration (henceforth "AV") 

The heating dissolution of the 100mg of the samples was carried out at benzyl alcohol 5ml, chloroform 5ml was added 
to this, the Phenol Red was used as the indicator after dilution, it titrated with 0.1N-sodium hydroxide / benzyl alcohol 
solution, and the fixed quantity was carried out (unit : eq/ton). 
(9) Total carboxyl group concentration (henceforth "SV") 

0.5N-potassium hydroxide / 20ml of ethanol solutions, and 10ml of desalted water were added to 300mg of sampl s, 
under heating, it understood an added water part completely, the back titration was carried out by 0.5N-hydrochloric 
acid by having used the phenolphthalein as the indicator after cooling it radiationally, and the fixed quantity was 
carried out (unit : eq/ton). 

[0065] (10) The rate of esterification (henceforth "R") 

From the analysis value of above AV and SV, it computed using the following formula 
R=(SV-AV)/SVx1 00 (unit : Eq %) 

(11) Germanium atom content (henceforth "the amount of germanium") 

The fixed quantity was carried out by emission spectrochemical analysis about what set the volume of 2.0g of PET 
samples at 100ml with distilled water after ashing and full decomposition by the conventional method under 
sulfuric-acid existence. 

(1 2) Lynn atom content (henceforth "the amount of P") 

The fixed quantity was carried out by emission spectrochemical analysis like analysis of a germanium atom cont nt 
L0066] (1 3) Haze (turbidity) 

It measured using the color computer made from SUGA Testing machine (HGM-2K type). 

(14) Acetaldehyde content (henceforth "the amount of AA") 

The fixed quantity was carried out by the gas chromatograph after 2-hour extraction [ water ] at 1 60 degrees C. 

(15) The amount of volume (liter) which converted into one atmospheric pressure and 25 degrees C the quantity of 
gas to which per [ unit time Oh) ] and per [ a unit resin weight (1kg) ] circulated showed the inert-gas flow rate 
inert-gas flow rate. 

[0067] The raw material slurry which consists of the example 1 terephthalic-acid 8450 section, the ethylene glycol 
3750 section, and the diethylene-glycol 60 section was prepared at the temperature of 50 degrees C under stirring. 
Subsequently, the screw (2-hydroxyethyl) terephthalate 300 section was added beforehand, and it was supplied on 
by one, having raw material applied [ above ] it to the esterification reaction vessel which held temperature at 260 
degrees C and held the pressure to 0.60 kg/cm2 G for 250 minutes. After the supply end, holding temperature at 260 
degrees C, it was in the state which lowered the pressure to 0.05kg [/cm ]2 G, and it held for 90 more minutes, the 
reaction was advanced, and the esterification reaction for a total of 340 minutes was performed. The temperature and 
the pressure of a reaction were controlled during this esterification reaction to become fixed, distilling off the water 
generated by the reaction out of a system. 

[0068] The ethylene glycol solution of the phosphoric acid whose concentration of a phosphoric-acid atom is 0.32 % of 
the weight which diluted 85%-phosphoric-acid solution with ethylene glycol, and prepared it during this esterification 
reaction (It is hereafter called "P stabilizer solution") The ethylene glycol solution (henceforth "germanium catalyst 
solution ) 140 section of the germanium catalyst whose concentration of a germanium atom is 0.60 % of the weight 
which carried out solvent substitution and prepared the 150 sections and 2 germanium dioxides to ethylene glycol 
after dissolving in hot water was added to the esterification reactant 

[0069] Addition of P stabilizer solution was carried out in 2 steps 85 minutes immediately after a raw material slurry 
supply end and after a raw material slurry supply end, and it added after [ of a raw material slurry addition end ] th 
100 sections and 85 minutes immediately after the raw material slurry supply end, having applied the 50 sections for 1 
minute, respectively. In addition, the rate of esterification of the reactant in the time of P stabilizer solution being 
added was % at the 85.2Eq of the times of the addition immediately after a raw material slurry supply end, and it was % 
at the 95.3Eq of the times of the addition 85 minutes after a raw material slurry addition end. It added after [ of a raw 
matenal slurry supply end ] 10 minutes, having germanium catalyst covered it for 1 minute. In addition, 89.1 Eq of rates 
of esterification of the esterification reactant at the time of germanium catalyst solution addition was %. 
[0070] After moving to the polycondensation reaction vessel which made the whole quantity of a reactant 260 
degrees C beforehand after the esterification reaction end and stirring for 10 minutes under an ordinary pressure, 
while carrying out the temperature up gradually from 260 degrees C to 280 degrees C, it decompressed gradually from 
the ordinary pressure and held to 0.5mmHg. After performing the reaction in a polycondensation reaction vessel for 3 
hours, from the extraction mouth which prepared the generated prepolymer in the bottom of a polycondensation 
reaction vessel, it extracted in the shape of a strand, it cut in the shape of a chip after water cooling, and the 
prepolymer chip was obtained. The limiting viscosity of an outside prepolymer chip was 0.58 dl/g. In addition, the 
minimum GP value in this solution polymerization was 38.5. the gentle placement solid state polymerization after 
crystallizing this prepolymer chip front face at 1 50 degrees C with a stirring crystallization machine (Bepex type) 
furthermore — it moved to the column, solid state polymerization was carried out at 215 degrees C after 3-hour 
dryness by about 150 degrees C under 20l./nitrogen circulation of kg/h for 20 hours, and the 

solid-state-polymerization chip was obtained The analysis result of this solid-state-polymerization chip is shown in 
Table -1 . 

[0071] Making addition of an example 2P stabilizer solution into the 100 sections after [ of a raw material slurry 
addition end ] the 50 sections and 85 minutes immediately after the raw material slurry supply end, except having 
considered as the 140 sections after [ of a raw material slurry supply end ] 35 minutes, germanium catalyst solution 
performed melting polymerization reaction like the example 1, and obtained the prepolymer chip. The limiting viscosity 
of this prepolymer chip was 0.57 dl/g. In addition, the rate of esterification of the reactant in the time of P stabilizer 
solution being added was %% at the 84.9Eq of the 95.1 Eq of the times of the addition 85 minutes after a raw material 
slurry addition end at the time of the addition immediately after a raw material slurry supply end. Moreover, 92.8Eq of 
rates of esterification of the esterification reactant in the time of germanium catalyst solution being added' was %. 
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Moreover, the minimum GP value in this melting polymerization was 149. Furthermore, using this prepolymer chip, 
except having made solid-state-polymerization time into 25 hours, solid phase polymerization was performed like the 
example 1, and the solid-state-polymerization chip was obtained. The analysis result of this 
so I id- state-polymerization chip is shown in Table -1 . 

[0072] Except having considered as the 100 sections at the polycondensation reaction vess I, 5 minutes after moving 
addition of an example 3P stabilizer solution to the sterification reaction vessel after [ of a raw mat rial slurry supply 
end ] 15 minutes and moving the 50 sections and th e sterification reactant to the polycondensation reaction vessel, 
and having made addition of germanium catalyst solution into the 1 55 sections immediat ly after the raw mat rial 
slurry supply end, melting polymerization reaction was performed like the example 1, and the prepolymer chip was 
obtained. The limiting viscosity of this prepolymer chip was 0.57 dl/g. In addition, it was % at the 95.5Eq of the times of 
the addition 5 minutes after the rate of esterification of the reactant in the time of P stabilizer solution being added 
moves 90.2Eq of reactants to a polycondensation reaction vessel% at the time of the addition 15 minutes after a raw 
material slurry supply end. Moreover, 84.8Eq of rates of esterification of the esterification reactant in the time of 
germanium catalyst solution being added was %. Moreover, the minimum GP value in this melting polymerization was 
60.8. Subsequently, using this prepolymer chip, solid phase polymerization was performed like the example 1, and the 
solid-state-polymerization chip was obtained. The analysis result of this solid-state-polymerization chip is shown in 
Table -1. 

[0073] Except having added having applied simultaneously the P stabilizer solution 150 section and the germanium 
catalyst solution 140 section for 1 minute after [ of a raw material slurry supply end ] 10 minutes, and having 
performed addition of an example of comparison 1P stabilizer solution, and germanium catalyst solution, melting 
polymerization reaction was performed like the example 1, and the prepolymer chip was obtained. The limiting 
viscosity of this prepolymer chip was 0.58 dl/g. In addition, 88.8Eq of rates of esterification of the esterification 
reactant in the time of P stabilizer solution and germanium catalyst solution being added was %. Moreover, GP value in 
this melting polymerization was 0. Subsequently, using this prepolymer chip, solid phase polymerization was perform d 
like the example 1, and the solid-state-polymerization chip was obtained. The analysis result of this 
solid-state-polymerization chip is shown in Table -1 . 

[0074] Melting polymerization reaction was performed for example of comparison 2 diethylene glycol like the example 
1 except **** for the 180 sections, and the prepolymer chip was obtained. This prepolymer chip was limiting viscosity 
0.58 dl/g. In addition, the rate of esterification of the reactant in the time of P stabilizer solution being added was %% 
at the 84.9Eq of the 95.2Eq of the times of the addition 85 minutes after a raw material slurry addition end at the time 
of the addition immediately after a raw material slurry supply end. Moreover, 89.3Eq of rates of esterification of the 
esterification reactant in the time of germanium catalyst solution being added was %. Moreover, the minimum GP value 
in this melting polymerization was 43.5. Subsequently, using this prepolymer chip, solid phase polymerization was 
performed like the example 1, and the solid-state-polymerization chip was obtained. The analysis result of this 
solid-state-polymerization chip is shown in Table -1. 

[0075] Preforming was fabricated with the information-separator[ by Toshiba Corp. ]-60B type injection molding 
machine which set the temperature of each part of a cylinder, and a nozzle head as the degree of die cooling water 
temperature of 10 degrees C for molding-cycle 20 seconds for 275 degrees C, screw-speed 250rpm, and injection 
time 7 seconds using the solid-state-polymerization chip obtained in the example 4 example 1. The analysis result of 
this preforming is shown in Table -2. In addition, this preforming excelled [ haze ] in transparency low, and the white 
blush mark or cloudiness which pose a problem were not seen. 

[0076] Subsequently, it is a blow pressurekg [ 20 //cm ] about preheating furnace temperature as preforming heating 
softening conditions considering 135 degrees C and the preheating time for 18 seconds and as blow conditions 2 Using 
the set-up extension blow molding machine, blow molding was performed and 300 micrometers of drum section 
average wall thickness and the hollow container of 1.51. of content volume were obtained. The analysis result of this 
hollow container is shown in Table -2. In addition, the white blush mark from which this hollow container is low, and a 
haze is excellent in transparency, and poses a problem was not accepted, moreover — although continuous molding of 
the 1000 hollow containers was carried out as a continuous-molding examination — injection — metal mold, and a 
blow/heat setting — contamination was accepted in neither of metal mold 

[0077] the solid-state-polymerization chip obtained in an example 5 and the six examples 2 and 3 — using — an 
example 4 the same — carrying out — preforming — subsequently the hollow container was fabricated The 
analysis result of this preforming and a hollow container is shown in Table -2. In addition, when which 
solid-state-polymerization chip was used, preforming the haze excelled [ preforming ] in transparency low, and the 
hollow container were obtained, moreover, the case where which solid-state-polymerization chip is used although the 
same continuous-molding examination as an example 4 was performed and the metal mold after fabrication was 
observed — injection — metal mold and a blow — contamination was accepted in neither of metal mold 
[0078] Using the solid-state-polymerization chip obtained in the example 1 of example of comparison 3 comparison, 
preforming fabrication was performed like the example 4 and the haze obtained low high preforming of transparency 
good. The analysis result of this preforming is shown in Table -2. Subsequently, although the hollow container was 
fabricated like the example 4 using this preforming, on the whole, the obtained hollow container was milked, and the 
haze was what lacks in transparency highly. The analysis result of this hollow container is shown in Table -2. When it 
observed at which process a white blush mark would occur in the process which fabricates a hollow container from 
this preforming, it turns out that preforming is already generated at the process which carries out heating softening 
with a preheating furnace. Then, except having carried out heating softening of the preforming slowly at low 
temperature like the conventional machine again, having used the preheating time as 60 seconds having used 
preheating furnace temperature as 1 10 degrees C from this preforming, like the example 4, although the hollow 
container was fabricated, the hollow container which was excellent in the transparency whose haze value is 0.3% in 
this case was able to be obtained. 

[0079] Although preforming fabrication was performed like the example 4 using the solid-state-polymerization chip 
obtained in the example 2 of example of comparison 4 comparison, air bubbles were included in obtained preforming, 
even if these air bubbles adjusted molding temperature and the molding cycle, they could not be removed, and good 
fabrication was not able to be performed. It is thought that these air bubbles were produced by the pyrolysis of PET at 
the time of melting. In addition, the limiting viscosity of obtained preforming was 0.68 dl/g. 
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[0081] 
[Table 2] 
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[0082] The sheet with a thickness of 300 micrometers was fabricated with 30mmphi extruder which set the 
temperature of each part of a cylinder, and each part of a nozzle as a part for 280-degree-C, screw-speed 60rpm, 
and extrusion-outlet/of 1 20g using the solid-state-polymerization chip obtained in the example 7 example 1. Although 
extrusion molding was continued continuously for 10 hours, most contamination of a cooling drum was not accepted. 
Furthermore, with the long biaxial-stretching machine (T. product made from M.Long) which set this extrusion sheet 
as 130 degrees C in the tub, biaxial stretching was simultaneously increased 3x3 times after the preheating for 2 
minutes, and the oriented film thick 30 micrometers was obtained. 0.71 dl/g and the amount of CTs were 0.36 % of the 
weight, and the limiting viscosity of this oriented film was a film with the high transparency whose haze value is 0.2%. 
[0083] Fabrication of a biaxially oriented film was tried like the example 7 using the solid-state-polymerization chip 
obtained in the example 1 of example of comparison 5 comparison. When sheet fabrication with an extruder was able 
to be performed favorably and extrusion molding was continued continuously for 10 hours, most contamination of a 
cooling drum was not accepted. However, when biaxial-stretching processing of this extrusion sheet was carried out, 
the oriented film which the sheet milked at the time of a preheating, therefore was obtained became what lacks in the 
transparency whose haze value is 2.7%. In addition, the limiting viscosity of this oriented film was 0.71 dl/g. 
[0084] The raw material slurry which consists of the example 8 terephthalic-acid 8450 section and the ethylene glycol 
3790 section was prepared at the temperature of 50 degrees C under stirring. Subsequently, the screw 
(2-hydroxyethyl) terephthalate 300 section was added beforehand, and it was supplied one by one, having raw material 
applied [ above ] it to the esterifi cation reaction vessel which held temperature at 260 degrees C and held the 
pressure to 0.60 kg/cm2 G for 250 minutes. After the supply end, holding temperature at 260 degrees C. it was in the 
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state which lowered the pressure to 0.05kg [/cm ]2 G, and it held for 90 more minutes, the reaction was advanced 
and the estenfication reaction for a total of 340 minutes was performed. The temperature and the pressur of a 
reaction were controlled during this estenfication reaction to become fixed, distilling off the water generated by the 
reaction out of a system. 

[0085] The ethylene glycol solution of the phosphoric acid whose concentration of a phosphoric-acid atom is 0.32 % of 

u u ^-Phosphoric-acid solution with ethylene glycol, and prepared it during this estenfication 
reaction (It is hereafter caHed P stabilizer solution ) The ethylene glycol solution (henceforth "germanium catalyst 
solution ; 1 40 section of the germanium catalyst whose concentration of a germanium atom is 0.60 % of th weight 
which earned out solvent substitution and prepared the 150 sections and 2 germanium dioxides to ethylene glycol 
after dissolving in hot water was added to the esterification reactant 

[0086] Addition of P stabilizer solution was carried out in 2 steps 85 minutes immediately after a raw material slurry 
supply end and after a raw material slurry supply end, and it added after [ of a raw material slurry addition end ] the 
100 sections and 85 minutes immediately after the raw material slurry supply end, having applied the 50 sections for 1 
minute, respectively In addition, the rate of estenfication of the reactant in the time of P stabilizer solution being 

Uttfi «1? f^f *■ q °/*u e *___*?• rf * e addition Mediately after a raw material slurry supply end. and it was % 
at the 95.1 Eq of the times of the addition 85 minutes after a raw material slurry addition end. It added after [ of a raw 
material slurry supply end ] 10 minutes, having germanium catalyst covered it for 1 minute. In addition, 89.2Eq of rates 
rnnoVf "l cat,on of the estenfication reactant in the time of germanium catalyst solution being added was % 
L0U8/J After moving to the polycondensation reaction vessel which made the whole quantity of a reactant 260 
degrees C beforehand after the esterification reaction end and stirring for 10 minutes under an ordinary pressure 
while carrying out the temperature up gradually from 260 degrees C to 280 degrees C, it decompressed gradually from 
the ordinary pressure and held to 0.5mmHg. After performing the reaction in a polycondensation reaction vessel for 3 
hours, from the extraction mouth which prepared the generated prepolymer in the bottom of a polycondensation 
reaction vessel, it extracted in the shape of a strand, it cut in the shape of a chip after water cooling and the 
prepolymer chip was obtained. The limiting viscosity of this prepolymer chip was 0.58 dl/g. In addition, the minimum 
rZ«tl hZZ + h S . S P° | y m 1 f nz j at,on f was 41.2 furthermore, the gentle placement solid state polymerization after 
crystallizing this prepolymer chip front face at 150 degrees C with a stirring crystallization machine (product mad 
trom btepex; — ■ it moved to the column, solid state polymerization was carried out at 215 degrees C after 3-hour 
dryness by about 1 50 degrees C under 20l./nitrogen circulation of kg/h for 20 hours and the 

Table -3 te ~ POlymenZat,0n ° h ' P WM ° btained The ana| y sis result of this solid-state-polymerization chip is shown in 

K^hS; _ a n !i g t u m t add l- i0n ° f anaxam P |e 9P . stabilizer solution into the 1 00 sections after [ of a raw material 
slurry addition end J the 50 sections and 85 minutes just behind the raw material slurry supply end, and having made 
addition of germanium catalyst solution into the 140 sections after [ of a raw material slurry supply end ] 30 minutes 
CK!X^f "? erl2at,0n | react,o u n wa s Performed |j ke ^ examp | e , and the prepolymer chjp was obtajned The |imjtjn ' 
viscosity of th s prepolymer chip was 0.57 dl/g. In addition, the rate of the esterification of the reactant in the time of 
P stab.l.zer solution being added was % at the 84.8Eq of the times of the addition immediately after a raw material 
slurry supply end. and it was % at the 95.2Eq of the times of the addition 85 minutes after a raw material slurry 
SXHU 6nd ' + More ° ver ' ^ 3 5 q of of the esterification of the esterification reactant in the time of germanium 
catalyst solution being added was %. Moreover, the minimum GP value in this melting polymerization was 125 
r-urthermore. using this prepolymer chip, except having made solid-state-polymerization time into 25 hours, solid 
phase polymenzation was performed like the example 8, and the solid-state-polymerization chip was obtained The 
analysis result of this solid-state-polymerization chip is shown in Table -3 

[0089] Except having considered as the 1 00 sections at the polycondensation reaction vessel, 5 minutes after moving 
addition of an example 10P stab.l.zer solution to the esterification reaction vessel after [ of a raw material slurry 
supply end J 5 m.nutes and moving the 50 sections and the esterification reactant to the polycondensation reaction 
vessel, and having made addition of germanium catalyst solution into the 155 sections immediately after the raw 
material slurry supply end, melting polymerization reaction was performed like the example 1, and the prepolymer chip 
was obtained. The limiting viscosity of this prepolymer chip was 0.57 dl/g. In addition, it was % at the 95.6Eq of the 
times of the addition 5 m.nutes after 87.6Eq of rates of the esterification of the reactant in the time of P stabilizer 
solution being added is % at the time of the addition 5 minutes after a raw material slurry supply end and they mov a 
reactant to a i polycondensation reaction vessel. Moreover. 84.7Eq of rates of the esterification of the esterification 
reactant in the time of germanium catalyst solution being added was %. Moreover, the minimum GP value in this 
melting polymenzation was 22 3 Subsequently, using this prepolymer chip, solid phase polymerization was perform d 
i.Ke the examp e 8. and the solid-state-polymerization chip was obtained. The analysis result of this 
solid-state-polymerization chip is shown in Table -3. 

[0090] Except having added having applied simultaneously the P stabilizer solution 150 section and the germanium 
catalyst solution 140 sect.on for 1 minute after [ of a raw material slurry supply end ] 10 minutes, and having 
performed addition of an example of comparison 6P stabilizer solution, and germanium catalyst solution melting 
polymerization reaction was performed like the example 1, and the prepolymer chip was obtained. The limiting 
v.scos.ty of th.s prepolymer chip was 0.58 dl/g. In addition, 89.0Eq of rates of the esterification of the esterification 
reactant m the t. me of P stabilizer solution and germanium catalyst solution being added was %. Moreover. GP value in 
this melting polymerization was 0. Subsequently, using this prepolymer chip, solid phase polymerization was performed 
iiKe the example 8, and the solid-state-polymerization chip was obtained. The analysis result of this 
solid-state-polymerization chip is shown in Table -3. 

[0091] Except having made addition of an example of comparison 7P stabilizer solution into the 100 sections to the 
polycondensation tub. 5 minutes after the 50 sections and the esterification reactant were moved to the esterification 
2K« ™* Polycondensation tub after [ of a raw material slurry supply end ] 85 minutes, and having made 
addition of germanium catalyst solution .nto the 140 sections after [ of a raw material slurry addition end ] 75 minutes 
melting , polymenzation react.on was performed like the example 1, and the prepolymer chip was obtained The limiting ' 
tim C e°of itlwv prep °y t mer k chi P w « 0-58 addition. 95.2Eq of rates of the esterification of the reactant" the 

end fnd-^VI^^^ ,n %^ WM % * fu ^J™* °! tHe additi ° n 85 minUteS after a raw material s '"ny supply 
SSnn„H *■ ! k m °n^ t,m ! S ° f the addlt '° n 5 minutes after the reactant was moved to the 

polycondensation tub. Moreover. 94.7Eq of rates of the esterification of the esterification reactant in the time of 
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germanium catalyst solution being added was %. Moreover, the minimum GP value in this melting polymerization was 
78.0. Subsequently, using this prepolymer chip, solid phase polymerization was performed like the xample 8, and the 
solid-state-polymerization chip was obtained. The analysis result of this solid-state-polymerization chip is shown in 
Table -3. 

[0092] Preforming was fabricated with the information— separator, by Toshiba Corp. ]— 60B type inj ction molding 
machine which set the temperature of each part of a cylinder, and a nozzle head as 280 degrees C, and set the screw 
speed as the degree of die cooling water temperature of 10 degrees C for molding-cycle 20 seconds for 250rpm, and 
injection time 7 seconds using the solid-state-polymerization chip obtained in the exampl 1 1 xample 8. The analysis 
result of this preforming is shown in Table -4. In addition, this preforming excelled [ haze ] in transparency low, and 
the white blush mark or cloudiness which pose a problem were not seen. 

[0093] Subsequently, it is until the density at the nose of cam of the stopper section becomes three or more 1.375 
g/ cm about the stopper section of preforming. After carrying out heating crystallization with an own-making 
crystallization machine, as conditions for preforming heating softening 130 degrees C and the preheating time for 
preheating furnace temperature as conditions for a blow/heat setting for 20 seconds Set up 20 kg/cm2 and heat 
setting temperature as 130 degrees C, and set up heat setting time for the blow pressure in 10 seconds, the same 
under tonus continue heat setting processing at blow molding, and according to a compressed air — metal mold — 
using the extension blow molding machine performed inside, blow molding and heat setting processing were performed, 
and 300 micrometers of drum section average wall thickness and the heat setting bottle of 1 .51. of content volume 
were obtained The analysis result of this heat setting bottle is shown in Table -2. In addition, the white blush mark 
from which this heat setting bottle is low, and a haze is excellent in transparency, and poses a problem was not 
accepted. 

[0094] moreover — although continuous molding of the 1000 heat setting bottles was carried out as a 
continuous-molding examination — injection — metal mold, and a blow/heat setting — contamination was accept d 
in neither of metal mold in addition, the case where continuous-blow-down fabrication of 1 000 bottles is perform d 
like the above except having not performed only heat setting processing — a blow — contamination was not accept d 
in metal mold Furthermore, although deformation of the bottle after filling up this heat setting bottle that carried out 
gas conditioning for three days under the atmosphere of the temperature of 23 degrees C and 50% of relative humidity 
with the mineral water cooled radiationally to 87 degrees C after carrying out boiling sterilization for 3 minutes at 100 
degrees C, and inverting for 15 minutes after sealing into it as a heat restoration examination was observed, 
deformation of a liquid spill, the stopper section, a shoulder, a drum section, etc., etc. was not accepted at all. 
[0095] the solid-state-polymerization chip obtained in an example 12 and the 13 examples 9 and 10 — using — an 
example 11 the same — carrying out — preforming — subsequently the heat setting bottle was fabricated The 
analysis result of this preforming and a heat setting bottle is shown in Table -4. In addition, when which 
solid-state-polymerization chip was used, preforming the haze excelled [ preforming ] in transparency low, and the 
heat setting bottle were obtained, moreover, the case where which solid-state-polymerization chip is used although 
the same continuous-molding examination as an example 1 1 was performed and the metal mold after fabrication was 
observed — injection — metal mold, and a blow/heat setting — contamination was accepted in neither of metal mold 
Furthermore, although the same heat restoration examination as an example 1 1 was performed, in the heat setting 
bottle using which solid-state-polymerization chip, deformation of a liquid spill, the stopper section, a shoulder, a drum 
section, etc., etc. was not accepted at all. 

[0096] Preforming fabrication was performed like the example 1 1 using the solid-state-polymerization chip obtained in 
the example 8 of comparison - the example 6 of 10 comparison, the example 1 , and the example 7 of comparison. The 
analysis result of obtained preforming is shown in Table -3. Although high preforming of transparency with a low haze 
was obtained good when the solid-state-polymerization chip obtained in the example 6 of comparison and the example 
1 was used, when the solid-state-polymerization chip of the example 7 of comparison was used, obtained preforming 
became what has a high haze, after milking partially. With the solid-state-polymerization chip of the example 7 of 
comparison, to high-speed injection molding, Tm is too high, and it thinks because it was not probably fully able to 
fuse within the making machine. 

[0097] Subsequently, the heat setting bottle was fabricated like the example 1 1 using preforming obtained from the 
solid-state-polymerization chip of the example 6 of comparison, and an example 1. The analysis result of this heat 
setting bottle is shown in Table -4. Although the high heat setting bottle of transparency with a low haze was obtained 
from preforming using the solid-state-polymerization chip of an example 1 good, on the whole, the heat setting bottle 
obtained from preforming using the solid-state-polymerization chip of the example 1 of comparison was milked, and 
the haze was what lacks in transparency highly. 

[0098] When it observed at which process a white blush mark would occur in the process which fabricates a heat 
setting bottle from preforming using the solid-state-polymerization chip of the example 6 of comparison, it turns out 
that preforming is already generated at the process which carries out heating softening with a preheating furnace. 
Then, except having carried out heating softening of the preforming slowly at low temperature like the conventional 
machine, having used the preheating time as 60 seconds having used preheating furnace temperature as 1 10 degrees 
C again from preforming using the solid-state-polymerization chip of the example 6 of comparison, like the example 
11, although the heat setting bottle was fabricated, the heat setting bottle which was excellent in the transparency 
whose haze value is 0.7% in this case was able to be obtained. 

[0099] moreover — although the same continuous-molding examination as an example 1 1 was performed and the 
metal mold after fabrication was observed using the solid-state-polymerization chip of an example 1 — injection — 
metal mold, and a blow/heat setting — contamination did not have private seals in all of metal mold Furthermore, 
when the same heat restoration examination as an example 1 1 was performed about the heat setting bottle obtained 
from the solid-state-polymerization chip of an example 1, although there was no liquid spill from the stopper section, 
deformation was accepted in the shoulder or the drum section. 
[0100] 
[Table 3] 
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[0101] 
[Table 4] 
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[0102] The sheet with a thickness of 300 micrometers was fabricated with 30mmphi extruder which set the 
temperature of each part of a cylinder, and each part of a nozzle as a part for 280-degree-C, screw-speed 60rpm, 
and extrusion-outlet/of 120g using the solid-state-polymerization chip obtained in the example 14 example 1. 
Although extrusion molding was continued continuously for 10 hours, most contamination of a cooling drum was not 
accepted. Furthermore, with the long biaxial-stretching machine (T. product made from M.Long) which set this 
extrusion sheet as 130 degrees C in the tub, biaxial stretching was simultaneously increased 3x3 times after the 
preheating for 2 minutes, further, heat setting was carried out for 2 minutes at 200 degrees C among the bottom oven 
of tonus, and the heat setting oriented film thick 30 micrometers was obtained. 0.71 dl/g and the amount of CTs were 
0.37 % of the weight, and the limiting viscosity of this heat setting oriented film was a film with the high transparency 
whose haze value is 1 .0%. 

[0103] Fabrication of a heat setting biaxially oriented film was tried like the example 14 using the 
solid-state-polymerization chip obtained in the example 6 of example of comparison 1 1 comparison. When sheet 
fabrication with an extruder was able to be performed favorably and extrusion molding was continued continuously for 
10 hours, most contamination of a cooling drum was not accepted. However, when biaxial-stretching processing of 
this extrusion sheet was carried out, the heat setting oriented film which the sheet milked at the time of a preheating, 
therefore was obtained became what lacks in the transparency whose haze value is 7.6%. In addition, the limiting 
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viscosity of this heat setting oriented film was 0.71 dl/g. 

[0104] The cooling crystallization property (cooling crystallization peak temperature, a cooling crystallization peak half 
peak width, cooling crystallization peak inclination) was measured like the method shown in JP.61-39183.B using the 
solid-state-polymerization chip obtained in the example 1 of example of reference 1 comparison with the DSC[ by 
PerkinElmer, Inc. ]-1B type differential scan type calorimeter, in order that measurement may remove the h at history 
of this solid-state-polymerization chip first — the — 10mg was correctly ****(ed) to the aluminum pan, the 
above-mentioned differential scan type calorimeter was loaded, and it heated to 280 degrees C by 16~degree-C 
programming rate for /, and it took out from the heating furnace, and the aluminum pan was quickly replaced on th 
griddle of ordinary temperature, and was quenched 

[0105] Immediately after loading the above-mentioned differential scan type calorimeter with this quenching sampl , 
heating it to 280 degrees C by 1 6-degree-C programming rate for /and fusing it again, it cooled at -1 6-degree-C 
temperature fall speed for /. In addition, the measurement by -1 6-degree-C cooling process for /in temperature fall 
speed performed a full scale as 8 mcal(s)/a degree C, and measured cooling crystallization peak temperature, a 
cooling crystallization peak half peak width, and cooling crystallization peak inclination. 

[0106] Cooling crystallization peak temperature was shown as an intersection of the tangent in the rise of generation 
of heat, and each middle point of a downward curve, and was 174 degrees C. Moreover, the peak width corresponding 
to one half of the height of the height of the peak from a baseline showed the cooling crystallization peak half peak 
width, and it was 22.4 degrees C. furthermore — as the inclination of a tangent [ in / the middle point of the asc nt 
curve of an exoergic peak / in cooling crystallization peak inclination ] — being shown — 0.022 mcal/sec2 it was . 
From the above thing, it has checked that this solid-state-polymerization chip was polyester which has the thermal 
physical properties shown in JP,61-39183,B. 

[0107] Subsequently, after having put this solid-state-polymerization chip 5.4g into 40ml the phenol / 
tetrachloroethane (3/2) mixed solvent, making it dissolve, stirring enough at 105 degrees C for 2 hours and cooling, 
the solution was put into the cell of 20mm thickness, and the solution haze was measured. The solution haze in the 
case of this solid-state-polymerization chip was 6.4%. 
[0108] 

[Effect of the Invention] Since crystallinity is improved to the conventional PET, PET of this invention is especially 
excellent in high-speed extension blow molding nature high-speed injection-molding nature or not only a 
high-speed-extrusion moldability but in in a high-speed extension moldability to suppress low the white blush mark of 
mold goods and the increase in a haze which are acquired by high velocity forming. Moreover, since the extension 
Plastic solid which consists of a PET of this invention, and the heat setting extension Plastic solid obtained by 
carrying out heat setting of it further are excellent in thermal resistance, the mechanical strength, etc., especially PET 
of this invention is suitable as molding materials, such as a fruit-juice bevel-use container with which thermal 
resistance is demanded. 

[0109] On the other hand, PET of this invention has few amounts of byproductions of the acetaldehyde at the time of 
high-speed injection molding, it is easy to lessen the acetaldehyde content of the Plastic solid fabricated and 
obtained, and since it excels in the mechanical strength etc., it is suitable as molding materials, such as a container 
for carbonated drinks with which reduction-ization of an acetaldehyde content is demanded, the case where it 
fabricates since PET of this invention has still few oligomer contents — metal mold — it can be hard to generate 
contamination, in case mold goods are manufactured, it is not necessary to wash forming equipment frequently, and 
the productivity of mold goods, such as a bottle, a film, and a sheet, can be raised 
[01 10] The industrial value of PET of the above point to this invention is high. 
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PB^.t^XX^UfbSJt^W^^;!/^^^^,*:^* 'J n 
-5. 

[0 0 3 2] SgJtMiLTtt. h^fMX7i- 
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(6) 



xJl'S, h U ^xxA-jfrx^y-f K K 'J 7. K5*->;U* 
777^fh. h'JZ;^l/7i-MX77-f 
SU>S?X7.5Ml/gt /^7->7h'*77i-h 1 < 
V7*Dt:>7v7 K*7.:7x-K y^^T^-v K*X 
7i-h, y7f;^7i-h, tyy^Mx?! 
- K xti'? 1 MX7i- h&t*©Ktt'J >S?XXt- 

>EfOiIiLT, ^M^fC^*. ii^l0~10 0 
Oiippm, JfSKIi2 0~2 0 0iIppmO« 

[0 0 3 3] &fC. a^fel!j««tLTy*;UV-C7A^ 

fflPETti:M^ti5'j>im #f-&T^-*$n-5 
y^-v-^A^{c*fuxa«itT. i§3to. 3~i. 

50. !f$L<B0. 4~1. oa^lgH^^-SctptC 
ffflt^O^as Lv>. U >H^O-^WS7i^©|iSHlc 

Co o 3 4] $e.tc. *^Hj#e.^-t^t^Lfe^m> 

#%BJ©PET©8?igft£LTTPAft£fflU.g>it£|;; 

^£n£PET©AH£#JPT£<5£<i:£jl,V> 

GP= I ( 1 -R] / 1 0 0) "2- 
±ffii£ (1) fCiJUT. Rj JiyVPV-^A'ft^^)^ 
JDSn4K«*OI^fJMb* : SIX) 

o. r 2 ttu>ft;^<»«tasipsn*K^«»cDx^7 L ;U'fb 

Rl ^»R 2 iLTH Kft-&«*-&tHR»X7'J-*«aS 
SP$n-5S«J#l©X7.7 L ;Ht;^€:fflVi-2). • 
[0 0 3 8] ±|B©S (1) KctOgffiSft-SGPffi 
ItlOtti. ffJL<li2 0R±, #lCjf?g;L< 

#Sc<@ffil|-&(Ccfc-pT, *fgB^C0P ET^^jgT-S^ 

«. -en-en. -jgLxsis^uc^jpuTfcS^L, x 

iPLTfc&U. — 0 V >1k£?®&, 2 

B£)l±«C»^Tj61lDr*«^»Ctt, ftSfl-SPETOlg 
*tt£iOSai:l*><lfi|fPt5Cta<T*5fc»i. J: 

tc^ttT^a^n-5>«-&ic«, -r^xoyjuv-^Aft 

U -?-«)-3*,©«fc/h$^:G Pft^±j2E<3D®Hrtt^£S 



/0 

* [0 0 3 5] ^-?X?Afc-&^U Wt-&#)CD^JnS 

icmlt«. ifcic. '>^c^n«'>^ua£. *#<E>n& 

PET»AH«/jN^<fj:^ffi[fi]lcS-2.. U^U PET 

"pir-^w^n^y^v-^AM^u >M^«ss^, 

£*&©»iD*T»fttf, #(-^r>V-H7A^^'J > 
©ftjgfcO^-Kcfc-pT, *^BJ(Z)PET$r^^lC|»-5i 
io [0 0 3 6] g=£, ^Jl/V-^A^^'J >fc£tt® 
tl*>{k-&®>&mta2tlZ>m&TV> P E Th5^0X7.-t- 
^©^Jp^n^. P E TH"iffi#;cDX7.^;Ht:*©M^ 

£ t"tn«±^ U« <h\ S^nSPETCAH «/Jn£ < & 
-5<«r6]!ca&«)o =fc Delete, y^vn^AYt^**** 

u Mt^^jp^n^^Tws^o^xxT 1 

;Mb*©jS»ft33||«i©i6ott«ffl (£TF, TGPfflj 

20 tup) *sw-*i«ycstr»a£, ^e.n-s.PET© 

[0 0 3 7] ±?EGPtH ^VPV-^A^^iU > 

>&**36 l t> (D x-h <o , ? A'fb'&^^ip $ n 

5^TOPETiI#OlXfJWt$i, UXt'&tt 
d^P$n-5^TCDP ETtf|^WXX^;Hb^^ 

■=>. Tte©^; (i) ^ffluTiiBsns. 



- (1 -R 2 /l 0 0) -2 I (1) 

30 «fc3fc-rn««tu. 

[0 0 3 9] j£ (1) CfcUT. ^ATgsJpPt 

^Sr-en-en^ttT^iPLTfc. #^>n^PET©AH 

40 

[0 0 4 0] «TtC. *%Bj©PET©Sig^. 

fflUT, TPAteiCctOfTP^^^CSJtLT. ZZizm 
SE-TSo *%B^c0PET<&TPAfetCj;0^ig-r-2>^ifi 

e.. .toffs L<«a^^?§g4a^^{i-e*-5 <> 

[0 0 4 1 ] £JftiHgiftB£H:1ltt. g^y'J-OI 
so LTI^B#(C?Tt>nSII^^{iT'^0. H«7 7'J-^ 



*sea¥6-i924oi 



// 

PET*««a*!»&««TMfi"r*RC. »6ti* 
PET0AH«lit5t«>|;lt »6A»i;«)«Iglc; 
*Jtt*xX7\lMb*£JfiSLTi$*. ISftli. 

^©g^ipgHSr-^n-entstt, -^n^o^jqMSr 

fMfflJ-ftlfcf, S6tl*PETOAH*«tO«IAKIfiI»-r 

[0042] --fi. mft*mm&WLm%. mmx^v 

**«s*i^ra<!:tt>ic«{b-r*. *Z\T\ PET£[h|# 
iPgfi£t2t-}\ K^^a^^Ox^JHt^te^fc© 

tt. R^©x7.^;Kb^^s^B$Wi:t^{c^b-r-g. 30 

Jfc^MC^JpU #btl-5PETOAH5:J:0*ffl75K$iJP 

=t0, f#bft3PET<7)AH£J:D'Hj£<$iJiaPT&^<h 
[0 0 4 3] ±2®aM£JMIS£IMreiil£-£g||A 

-?x>*Atta#. t»frT**fc», SsjbQ»fls**i*LT 



(7) 

/2 

fcWBttft:irJ*t, xx5r;Wfc*©*g^K**M::8yiirr 
Slf-SCifi. KJft^©3jp*#^tc££XXx;Mfc*©{g; 

[0044] u>»©x?-u>^ija-^jgtttt. as 
>is^©iga- #as 0 . 0 3-3. omm%m&£tiz> 

=t5(C x5 1 l/>^'Jn-;H:^IRLTIiS1-n«ct 
K -gtey;Pv-£A©X^U>£fiJp— JWMK«H 

^{ty;uv-r>A^x^i/>^'j3-;i/{c, ipl^TTtS 

n^0*ffiic«to. y^vx^A^ojg^iLT. a 
so. 0 5~i. o*m%a>mmtzwut-stut=mi£tf 

UStt*. ft*. C!OJ:3a:**K«tt)-»fty;Pvx 
£A©x^b>yua-;P»«£W«Lfc«£fctt. x 
^?JP7=9AQ— a£]M2£tf;tfx^l'>jru=I-- 
x?U>y>J n-;p,h©sj^#)^-t-^nfcx^i/>i/u 
n-;PjS«t>. xgf{ty;Pv-^A©x5 : -l/>yun- 

[0 04 5] *56«©PETl:feHTI4. #K&gttfc 
tt. — JfetClP ETJCfflti?)tl-5^a©<k 

is«fc^. K±o3traiR±©#Wfl6fl:^«©xxT- 

T. Ml. 0^%«T. »$L<ti0. 5^;U%« 
T©HHlc*5HT*a-&$nT^T ! bJ;u. *^aj(7)P 
E T K±l2fi3M© 3 *«et±©^*(Sgj«»At*a^ $ 

tf&m£2tiT^u^m-£\z\t&LT®m&imtf&<u 

[0 0 4 6] *^BJ0PET(Cfe^Ttt. 
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13 

it, t-^mm i>'/4 M&MMm* xf7 

«. *«w©PET*«ifi6-r*± ; E>'v-*ffiiac»jc» 

UT. O^PXBtT, !ifSL<B0. StM 

l&KttQ* U:?7— CDM£*€2ft&<*M.<5 

[0047] «_k. ^sta-&ic«tos!ii$n^yi/#'j 

M^&£*©-^rSte, ^l/tf'J^-^Bffia^tCttL 

-©^n^#js^©^*atc*fLT. -e-ti-eno-io 

[0 04 8] yU#'J?-OAVl;oi,iTH ItlO 20 
— 40eq/toru S L<tel 3— 30eq/to 
n, S^iZf? * L< it 1 5-2 5 e q/ t o n©$&BI;; 

[0 0 4 9] T'VjfcUv— ©AVOfrJtWtt, S£*j^£P 
ET©8BM£TfftoftT^-5AV©fH«IJ*, 

fTA««tVi„ *iiOPETIl ±pE©ek 5 it jggia^ 
IC «fc 0 q> tl f z 7 V ifi U -7 — v J*: © © T * o T t> 

SSLfct>©T*r3Tt> e t^. *%HjoPET(-*f 
LT. «Btt£tf<0. 7d l/g£U:T**;i£:jJ*&fi 

fI^'>&H d &mW(D PET 

[0 0 5 0] Btea^dtt^ft^yUtf'JV— =f-y7 40 

£frmVi!&T\ iiSl 2 0~2 0 0"C. $f$L<fil 3 
0-18 0t:©Sg(C 1 »K~4R$F B 1SgJ!)a|^LTfT^ 
ZtbT'%. 

*"T®f4*'X#H^TTaS. 1 2 0-2 0 OtOjSg 



14 

it. I^SLfcT'b-Tp'J v'-^-^y^^ M120-20 
0*CoaflECliMBiei±iPrRUTfT5^tfcT#S. ^ 
l^7j?'J v— ©i8S«, yi/^'JT-W-a-Tjc^ii^O. 
0 1~1H%, »JL<U0. 1-0. 5fi»%©fg 

—Tv T'StSiUfclS-^Bffia^lBKttTS Jl ttc J; 

<o. ^ejicDPETK-^im-sy-fc h7;pxt: K©a 

[0 0 5 1] ±ie©J:5^yi/#'J^-^^y^i^^ 

niBM^iitt, ^ft<tt»ia*>6ai3. a^s 

S^fflSl 90-240 "C. »SL<« 195-235 
*ett#X«Efflft©*£, BE**«a#lkg 
/cm2 G~10mmHg. flFSKtt, 0. 5kg/ 
cm2 G— 1 0 OmmH gC^ftTT, gift. 7 )Vzi 

jSEESlTte, ffi*j*«att0. 0 1-3 0 OmmHg. fff 
SL<U0. 0 1~10 0mmHg©*frTTHI^n 

-5. Btes-Sttnt*. jaft«*jfis^H^fi«fMT3fa©« 

ttfca»T*J&«. aSl~5 0B#F^. }fSL<li5~3 

o^raT**. 

[0 0 5 2] ±IB©J;5irLT#^nfc*^B^C!)PET 
di7itT#-5. ^fc, KPETS4>ft<t'b-(rtiSii: 

fie*<t OPETOy- hJ«»^»3g#fiiafcffl«ri 5ntM 

*^BJ©PET«, a*OPETO<S»tt36«3i:A3nT 
t>*fe»»C. JlSa8S4fiK^{C*3^Tt)SWtt©iS5l^31 
#y-h*f5^i^T$5, S£#SKl;ME*©P 

e TTffl«.» sn*»«icga:^-rntf «t obl < 
*^®p ETc^^xe^iagt^nj; o 7 o*c 

iS5tijas©wts:^-rn«6<, a^7 o~i 6ot, 
l<«9 o~ 1 4 orwagBfcts^n-So *^BJ 

OPETIi i«E*OPETfcit«LT«fttt*«Sfefi*n 
Tt^Tt*. SfffflPETCi^J; OiDl^k-^ — ©S 
SSr 1 0-3 OTCSftWttfcfflteLT. «fcO@B$F B lT* 

[0 0 5 3] S#«-«Tt>-ttTt)S^*^ Jf$L< 

it. -m£W<D®1$T~fcft\t. Ml. 1-iOfi. » 
$L<ttl. 5~8fg©«gfflTfT^. -^}2#<7)J«-&-^ 
et^(6]<!:fe^tl-£-'tia^ 1 . 1-8 
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ffiK »*b<ttl. 5~5ftO«eilTfiitf«k(r». £ 

ft. «l^r6]Ji#fg*»c^-r^isj^[6]®#<g$oit$tt. 

ii^O. 5-2. #£L<teO. 7~1. 3T"a55. 
[0 0 5 4] §&ntl#7>f;>Alt fOSitfffl 

s-f -s> ^ajea. a#. ussti 2o*c 

~B6.6BT©ag. jff i L< ft 15 0-23 0X2<D&m 

t, »*»c&M~&i$iflk »*Kttft+#nB-ft»iB 

Tft-5t,G9T. «it)PETC5@#7D-sEfTfflH 

J£U tost?, ««(rittntta. JK«£ini», 

[0 0 5 5] yj7*-AO^JgSfiE, 
2 7 0-2 9 0t©ttHfcSM£3n*J&*. -j&iC. 

«. ffi*oPETo«Sfltt3&«5ScfistiTH*fca&fc:. n 

[0 0 5 6] ^U7*-A*-*Bi#yD-j«»LT+ 
grt«tt£r«R®. ffi#ffl«tttJ!*OPETTffll»6 

PET©#7Xfc#aS.fc^*l e kO 5 OCit^itOll 
C»Sm«A<. If70~140t. #£L<te9 
0-1 2 0*C©«HK:89:£3*13. *5ggH©PETtt. 
ffi*©PETICttttLT»»tt!WacJ!lSnT^*&», 
fi£*<7)PETO*^J:0JDSit-^-©SS^ 1 0-2 

^I#7*P-Sl5:'(T5C:<i:d5T?5. Mfff&^te. 
«#, HfcfrlSlKl. 5-3. 5tt, R^75faiC2~5{g 
®IGH<cl!ljrrtiff&tr*. 
[0 0 5 7] »bftft#£j&jeM*«. -^<D$£ffifflT-£ 

a&H£tt. Stt. E3ft£fc:J:«]R!rF. 10 0-2 0 
Ot:. »SL<B120~18 Ott, 8Sc#P.g~&B# 

[0 0 5 8] £<->(;:. *5£W<DPET&mmmMf&&L 

m -/v 7 *- Aft t'co j; o ttummfttfimmmmmzis 



76 



(UT. fTcj ii, Ml6 3~18 5t;, 

*?£L<tel 65-18 0 1: ©$Sffl leafed CI £ #11 £L 
V>. *5S91fc:*JV>T, Tcill, D S C (CTi^J$®#^ 
JBffl WKffttW 5 . Omg 6#Si§g 2 0t/ 

#T3 0 0X2$.T'ftMLtzmzmfflZnz. 1£M t 1tlz& 

£ ft 3S&£ n 3 . Tc fl»Jt'e«H fc afe 3 «, 

k Migft n sbe iz m l tz m& \zmwmm * tjp 

[0 0 5 9] 

WT4««, *5BMtt-?-OS&SittAftVJ|Si56tT03fe« 
Wt(BJt*n*feOTttftt». ft*5, *HS60t|f, 

rgi5j « rs»gcj £ft, 
20 a, fei^y^v-^A^ifet'JMb^oDig^ft 

[0 0 6 0] (i) ±vt>)V-#ym.$Lft\z$i-tz>7-\/-7 
*JH*ric#©«-& (^T, TTPA^aj £n?) 

# * # X 9 n v h ^ 7 7 Tr£M t ft . 

Affile «tojp*^«¥L, t^lfctyv-M^^^x 

f07h^7 7T'^iLt. 
30 [0 0 6 1] (3) ±V*-)l'l$.ftlZtt-fZ>i;x.^l<> 

±JEO-EGj«»«»*ftetrattK:LT, «X7D?h^ 

(4) ^«lia»jib*ttic»r***->xg i U'>*+-> 
fU7^D-1';i/#tOH^ (KT. fET^{4aj 

±a> © t p a j&ftm t e g bJc»» t «t o *«6ft 

: . 

40 [0 0 6 2] (5) ^«rit*igU*ttt»-r*l. 4, 

o (CAT. rDT^gj t^o) 
±3zB©T P A^Ii D E Gf&ftmt<Dmz£ V #tbfz 
: . 

(6) ^a^aik^bf-^o^S (WT. TAHj i 

gkimmtf-tum (eit. ttcj <t^e>) 

AH. TmiJcta'T c «, DuPontftS9 9 0 0 
(9 10) S*!6i£*£!J»«fl-£ffl^T. •£-n-e f niWiE 
50 oa<3©SJj^^lcT3SI^Lft 0 
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[0063] (7) mvt3m#<&mm (.ut. tct 

Sj £^o) 

0 OmgJ, & a D7f;;UA/-^++»-7;p^-D-r V 
^D/V-^ (#*it3/2) g*2mlfc»»U $ 
■dC:^ A 2 Om 1 *m*.T*&$?Ufc. end, 

[0 0 6 4] (8) 5W*m^PSi« (KT. «c 
TAVj tVip) 
EtfilOOmgf. ^>^;i/7;i/n— )l5m 1 fCiiD^j§ 

/— ;H^y KSrJt^jgtU 0. 1 N-#&tft;± h U £ 

Wfi : eq/ton) . 

(9) ±*;i,j|?*->;HS«ft (etf, rsvj tu^) 

6tfi3 0 0mgi:0. 5N-*iOUi)A/i^y- 
>WS*2 Oml *Jj;tfJRaWci Om 1 1mm 

K >£fgjfc|g<i:LT. 0. 5N-*fiafefc«kOififflne 
U SiLt .• eq/ton) . 

[0 0 6 5] (10) XXr;Mt* (£TF. fRj 
5) 

lEOAVtSVO^jffi^S, &5££flH>T|?ajL 

R= (SV-AV) /SVX100 

(11) y;^=9ASftfi (£(T. r G e»j i 

PETK«2. Og«#ftT, tftfciORft. ^ so 
±ftM'&, M&frlZT 1 0 Oml fC^gLfcfcCOJcrH* 

(12) 'J>/SH^firs («T. rpgj t^5) 

[0066] d3) ^-x mom) 

XtfUmm (80 i!!*^-r]>ei-^- (HGM-2 

(14) 7th7AfkKMl («T, fAAij £ 
1 6 0 , CC2I^IB*am». ^i?D7h^77T'gi 

(15) ^SttSWfrRE* 

^Stt^ttSftSte. i£{if$P„1 (lh) 13 O&itfitMigi 
KM (lkg) ^<0<Dffi.mLtz%$LmZ HE, 25 

[0 0 6 7] HJgfiSj l 
^U7^JUif8 4 5 OgC. X^U>^7'U =l-;l/3 7 5 0 



h3 0 0«£SJnLT', fiflT£2 6 0*C. JE77£0. 6 
0kg/cm2 GtC^LfcxX^-ZHfcSl&lfC. _kIB 
©K»X7>J-£2 5 0»M*WT**«|&Ufc. 
*SF7«, fflflE* 2 6 Lfc£3i. ffi?3£0. 0 

5kg/cm2 GlZTlf TzVimT', S 5 K 9 0 flJBJ&tf 

^rfr-pfe. £©XX5\>HtSf6;<0|H!, S/SiCtO^f 

[0 0 6 8] rcDXXT-JHtSJESOP^, 85%-U>S 

KR'POjiffdtO. 3 2S*%T^-5U>^0DX^l/> 
^■J^-WK («T, rpsfe«sa**j £^3) 15 

AUB^ggjJtfO. 6 0II%T35l l y)l/7-7A«l 
OifI/>^ij3-j^M («T. rGe«jBt»«j <!: 
I'*?) 14 0g)3£. XX^^fbS^^JPLfc. 
[0 0 6 9] P5e«3W**0*lntt, *»X7U-tt*& 
**7fi»i:K#X 5 U -tti(ei»7 8 5 »»o 2 Etcft-tf 

t*jsu JS^7'j-tt#&»Ta[»Ktti o o& m 

7!t^©^iPB$« 8 5 . 2ii%TJbO. S^7 7'J- 
*Jn»7 8 5^®^JPB#«9 5. 3 3«XT?*t>;fc. 
G e ftjggftt*. fC£fX ^ ij -#y&£*7 i o W\k\z 1 # 

;HtSJC^©XX5 L ;Hb*«, 8 9. 13i%T$^ 

[0 0 7 0] xx5r;HkS«»7», Kft^(D±m^$> 

lOMWLfcl, 2 6 0t^^2 8 0tSTi*# 
fi-r^itfelC. «ffi*^ji*»ffiU» 0. 5mmHg 
KGMf Lfc. S®-g-SiS4f-eOKJS$r 3 mfflfr-Dfz&. 

— ^yT'wffilEttfttt. 0. 5 8 d 1 /gT^ofc. & 
^^Ma-^iC^^^S/hOGPMfiS 8. 5TS7 

(Bepextt^) ICTl 5 0tfcTiBfifl:£-e-fc«. 
fl»eH*Sa-&itlI#L. 2 0U7 W/kg/h«g« 
SftiiT. 5 0*CT3«fMtt««. 2 1 51CT2 0B$ 

[007 1 ] mmm 2 

0 35. S»X7U-**I*SF7 8 5»«{c 1 0 OStL. 
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g e mm»mt. mmx ? u -m&mj 3 5 1 4 

^©ffifE&Ste, 0. 5 7 d 1 /gT&t>fc„ tefe. 

JM»X7'J-«^7iS^0^in]i^«8 4. 9^ 
S%. M^4X-7U-^Jta*l78 5^©^P^f«9 5. 

,£T©xx7\>Mt£j£^©xxx;Wt*te. 9 2. 8^ 
M%T'$>r>fz. &tz. *^^M-&(C*lt^)ft/h(7)GP{g 
tel4 9T&o£„ £<=>f3. gyi/*ij7-f7^I 

ht. @ffia^B#ra<& 2 5 mmt i>fz&>n\$mm&i 1 1 

tz. KHIBi^f 7^fflMM^«- 1 

[0 0 7 2] mmmz 

i:^it*^ 5#&fcfi«!£Kjt;tttc l o og& 

it, GeftM£*g$t©as;!ra£, gjstX7'J-«il7B 

•J-7— 5=-^y«ffilS*5SH. 0. 5 7dl/gTSo 
it. &*J» P^JW«F**«*llO**l*«fj*iTCDK*»«) 
IXfJHfc*tt. If4X7U-ftM7l5^0tt 
B#tt9 0. 2SIX, EJ64fe*««£KlS»«c:t*LT;a* 
6 5 #St©3sj»« 9 5 . 5§i%TSo/c. G 

^rH*li. 8 4. 8mm%T'$>-otz. Sfc, *^S4 
a-&JCiJW-^S/jNCDGPfittt6 0. 8T*t>fc. *t» 

C0 0 7 3] JtKfl 1 

P*S»J»«*«ttXGe«ii»«iOSSlin*. PftJEa«F 
Si 5 0SB£GeMiKi§J£l 4 0»£HB3H::. Jimx^ 

u-«»&i»7 1 oa-an i »B*ttTaaiPLTff ofect 

0. 5 8dl/gT*9&. ft*, P^^^J^S 

*5 «t # g e mmmmmm * n * m & t© x x j- mmr 

^OX^fM$tt, 8 8. 8 3i%TJofc. 3- 
fc. *®SfcS-&»C*5lt-5GPffittOT*ofe. 

[0 0 7 4] it&03 2 
yifl/>^ijD-Ml 8 OfflfflUjfcBltttt. *S£0tJ 

T^f/i. Kyutf'JV-^yTtt. ffiPEfigO. 5 8 
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